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(54) METHOD FOR MANUFACTURING FUEL CELL ELECROLYTE FILM-ELECTRODE BOND 



(57) In order to obtain an electrolyte membrane- 
electrode assembly using a thin electrolyte membrane, 
the present invention provides a production method of 
an electrolyte membrane-electrode assembly compris- 
ing: a step of forming a hydrogen Ion-conductive poly- 
mer electrolyte membrane on a base material; a treat- 
ment step of reducing adhesion force between the base 
material and the hydrogen ion-conductive polymer elec- 
trolyte membrane; a step of separating and removing 
the base material; and a step of bonding a catalyst layer 
and a gas diffusion layer onto the hydrogen lon-conduc- 
tlve polymer electrolyte membrane, and, In orderto ob- 
tain an electrolyte membrane-electrode assembly which 
has a catalyst without clogging and is excellent in elec- 
trode characteristics, the present invention provides a 
production method of an electrolyte membrane-elec- 
trode assembly comprising: a step of bonding a hydro- 
gen ion-conductive polymer electrolyte membrane and 
a catalyst layer via a coating layer; a step of removing 
the coating layer; and a step of obtaining an electrolyte 
membrane-electrode assembly by forming a gas diffu- 
sion layer on the catalyst layer. 
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Description 
Technical Field 

[0001 J The present Invention relates to an electrolyte 
membrane-electrode assembly used for a polymer el ec- 
trolyte fuel cell. 

Background Art 

[0002] An electrolyte membrane-electrode assembly 
used for a polymer electrolyte fuel cell (PEFC) Is ob- 
tained by bonding a first gas diffusion electrode as an 
anode and a second gas diffusion electrode as a cath- 
ode to a film-shaped hydrogen Ion -conductive polymer 
electrolyte membrane as an electrolyte. The gas diffu- 
sion electrode Is composed of a gas diffusion layer and 
a catalyst layer, and the gas diffusion layer Is constituted 
of porous carbon paper or the like. The catalyst layers 
of the anode and cathode are constituted of noble metal 
rine particles and carbon particles carrying these fine 
particles thereon. 

[0003] As shown In FIG. 10 (b), an electrolyte mem- 
brane-electrode assembly for the PEFC Is obtained by 
bonding gas diffusion electrodes 146 and 147 to a film- 
shaped polymer electrolyte membrane 141 as the elec- 
trolyte. The polymer electrolyte membrane 141 Is typi- 
cally supplied with a roll. 

[0004] FIG. 1 0 (a) shows one example of production 
methods of the electrolyte membrane-electrode assem- 
bly, and herein, carbon paper (gas diffusion layers) 142 
and 1 44 with catalyst layers 1 43 and 1 45 formed there- 
on are press-contacted with the polymer electrolyte 
membrane 141 by hot pressing. Another method is to 
form the catalyst layer on the polymer electrolyte mem- 
brane In advance by transfer-printing, printing or the 
like, and carbon paper is then press-contacted there- 
with. 

[0005] In the catalyst layer 1 43 on the anode side, a 
reaction represented by the formula (1) occurs: 

H 2 -+2H* + 2e" (1), 

while, In the catalyst layer 145 on the cathode side, a 
reaction represented by the formula (2) occurs: 

1/20 2 +2H* + 2e"->H 2 0 (2) 

When the above reactions occur, protons (hydrogen 
ions) generated in the anode migrate to the cathode 
through the polymer electrolyte membrane 141 . 
[0006] Such a PEFC is required to generate a high 
output voltage, for which it is of necessity for a polymer 
electrolyte membrane used to have high proton conduc- 
tivity, namely, to have low internal resistance. In order 



to obtain high proton conductivity, there are needs for 
the use of a material with high proton conductivity for 
the polymer electrolyte membrane and for the use of as 
thin a membrane as possible. 

* [0007] For a polymer electrolyte membrane In a typi- 
cal PEFC used has been a polymer electrolyte mem- 
brane made of perfluorocarbon sulfonic acid ionorner, 
represented by Nafion 112 produced by Du Pont In the 
US, and a membrane having a thickness of about 30 to 

10 50 urn has been put to practical use. 

[0008] A polymer electrolyte membrane made of per- 
fluorocarbon sulfonic acid ionorner which has higher 
proton conductivity than aforesaid Nafion may by exem- 
plified by a Flemion SH membrane produced by Asahi 

t5 Qiass Co. .Ltd.; however, there is a problem with this 
membrane that the membrane is more fragile and 
breakable than Nafion 112 because of containment of 
the sulfonic acid group therein. A membrane In practical 
use therefore has a thickness of not less than about 50 

20 urn. 

[0009] In order to make the polymer electrolyte mem- 
brane thinner, for example, Japanese Laid-open Patent 
Publication No. Hei 08-162132 discloses a method In 
which a porous cloth made of poiytetraf luoroethylene is 
25 used as a core member and in the porous part thereof, 
a polymer electrolyte resin is Impregnated so as to form 
a polymer electrolyte membrane Imparted with high In- 
tensity. 

[0010] The examples of specific products produced 
30 by this method may include a GORE-SELECT mem- 
brane produced by JAPAN GORE-TEX INC. This type 
of membrane with a thickness of as thin as about 20 to 
30 urn has been in practical use by using a reinforcing 
material. 

55 [0011] Next, asforthe production method of the elec- 
trolyte membrane-electrode assembly, there is a meth- 
od in which an ink-like or paste-like mixture of the cata- 
lyst and the electrolyte, containing the catalyst. Is ap- 
plied onto the surface of the electrolyte membrane or of 

40 the gas diffusion layer by printing, spraying or the like. 
In either method, after application of the mixture, the 
electrolyte membrane and the gas diffusion electrode 
are bonded to each other by hot pressing or the like (e. 
g., Japanese Laid-open Patent Publication No. Hei 

45 6-203849, Japanese Lald-Open Patent Publication No. 
Hei 8-88011 and Japanese Lald-Open Patent Publica- 
tion No. Hei 8-106915.) 

[0012] There Is another production method of the 
electrolyte membrane-electrode assembly, in which the 

so catalyst layer formed on the base material in advance 
Is transfer-printed to the electrolyte membrane by hot 
pressing or thermoroll (e.g., Japanese Lald-Open Pat- 
ent Publication No. Hei 10-64574). This method Is ex- 
cellent from the viewpoints of control on and uniformity 

55 of the film thickness of the catalyst layer, production ef- 
ficiency and cell performance. 
[0013] However, the conventional production method 
comprises a step of handling the electrolyte membrane 
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without using the base material for the electrolyte mem- 
brane. Thereby, when the electrolyte membrane with a 
film thickness less than 20 ujh and lower Intensity is 
used, tor example, It has been extremely difficult to pro- 
duce the electrolyte membrane-electrode assembly 
without breakage of the electrolyte membrane. 
[001 4] That is to say, when drawing stress or sheering 
stress Is directly applied to the electrolyte membrane 
with a thin film thickness In the state that the base ma- 
terial for the electrolyte membrane is not present in the 
process of producing the electrolyte membrane-elec- 
trode assembly, defects such as a pinhole, breakage 
and crack easily occur. These defects cause occurrence 
of crossover of a fuel gas and air or of short-circuit In 
the electrolyte membrane-electrode assembly, raising a 
problem of significant deterioration of performance of 
the PEFC. 

[0015] Moreover, since the polymer electrolyte having 
high proton conductivity such as perfluorocarbon sulfon- 
ic acid lonomer contains a hydrophillc group such as the 
sulfonic acid group In the molecular chain, lonomer sol- 
uble to water tends to gradually flow Into the gas diffu- 
sion layer such as carbon paper In operation of the fuel 
cell. For this reason, there has been a problem that a 
reaction area of a triphasic interface, formed of a pore 
as a supply channel of a reaction gas, a polymer elec- 
trolyte having proton conductivity due to containment of 
water and an electrode materia) as an electron conduc- 
tor, gradually becomes smaller, decreasing ceil output. 
Further, there has been another problem that, when a 
current collector having a gas flow channel arranged in 
the outside of the assembly of the polymer electrolyte 
membrane and the electrode Is made of metal, the as- 
sembly is gradually corroded with dissolved acidic lon- 
omer, significantly lowering reliability of the fuel cell. 
[0016] In order to solve the above problems, there- 
fore, it is an object of the present invention to provide 
an electrolyte membrane-electrode assembly for a pol- 
ymer electrolyte fuel cell with low internal resistance and 
of great power, which can use perfluorocarbon sulfonic 
acid lonomer having high proton conductivity and com- 
prises a thin polymer electrolyte membrane capable of 
being formed on a catalyst layer. 
[0017] It is also an object of the present invention to 
provide an electrolyte membrane-electrode assembly 
for a polymer electrolyte fuel cell, which has a uniform 
film thickness to cause no clogging In the porous part of 
the catalyst layer of the gas diffusion electrode by pre- 
venting soakage of the raw material solution of the pol- 
ymer electrolyte membrane into the porous part, thereby 
having excellent electrode properties. 
[0018] It Is further an object of the present Invention 
to provide an electrolyte membrane-electrode assembly 
using a polymer electrolyte having high proton conduc- 
tivity and exhibiting excellent durability and high per- 
formance, and a polymer electrolyte fuel cell constituted 
using this assembly. 



Disclosure of Invention 

[0019] The present Invention relate to a production 
method of an electrolyte membrane-electrode assembly 

5 for a polymer electrolyte fuel cell, comprising: a gas dif- 
fusion electrode having a gas diffusion layer and a cat- 
alyst layen and a hydrogen ion-conductive polymer 
electrolyte membrane bonded to the gas diffusion elec- 
trode, the method being characterized by comprising: a 

to step of forming a hydrogen ion -conductive polymer elec- 
trolyte membrane on a base material; a treatment step 
of reducing adhesion force between the base material 
and the hydrogen ion-polymer electrolyte membrane; a 
step of separating and removing the base material; and 

t5 a step of bonding a catalyst layer and a gas diffusion 
layer onto the hydrogen lon-conductlve polymer electro- 
lyte membrane. 

[0020] It is preferable that the production method 
comprises a step of transfer-printing a membrane at 
20 least one time and the hydrogen lon-conductlve polymer 
electrolyte membrane is supported by the base materia! 
until an electrolyte membrane-electrode assembly Is ob- 
tained. 

[0021] it Is also preferable that the production method 
25 comprises: a step (1 ) of forming a hydrogen ion-conduc- 
tive polymer electrolyte membrane on a first base ma- 
terial and a second base material; a step (2) of forming 
a catalyst layer on the hydrogen Ion-conductive polymer 
electrolyte membrane formed on the base material; a 
30 step (3) of attaching by pressure and bonding a gasket 
and a gas diffusion layer onto the hydrogen ion-conduc- 
tive polymer electrolyte membrane and the catalyst lay- 
er on the base material; a step (4) of separating and re- 
moving the base material to obtain a first semi-assembly 
35 and a second-seml assembly; and a step (5) of attaching 
by pressure the first semi-assembly to the second semi- 
assembly while the hydrogen ion-conductive polymer 
electrolyte membranes thereof are mutually opposed to 
obtain an electrolyte membrane-electrode assembly, 
40 and the method further comprises, between the steps 
(1 ) and (4), a treatment step of reducing adhesion force 
between the base material and the hydrogen ion-con- 
ductive polymer electrolyte membrane. 
[0022] It is also preferable that the production method 
4* comprises: a step (I) of forming a catalyst layer on a first 
base material and a second base material; a step (II) of 
forming a hydrogen lon-conductlve polymer electrolyte 
membrane on the catalyst layer such that the membrane 
covers the catalyst layer formed on the base material 
50 and on the periphery of the catalyst layer; a step (III) of 
attaching by pressure the first base materia) to the sec- 
ond base material while the hydrogen ion-conductive 
polymer electrolyte membranes thereof are mutually op- 
posed to obtain a pre-assembly; a step (IV) of separat- 
es ing and removing the first base material from the pre- 
assembly; a step (V) of attaching by pressure a gas dif- 
fusion layer and a gasket onto the catalyst layer and the 
hydrogen lon-conductlve polymer electrolyte mem- 
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brane which are exposed by the step (IV); a step (VI) of 
separating and removing the second base material from 
the pro-assembly; and a step (VII) of attaching by pres- 
sure a gas diffusion layer and a gasket onto the catalyst 
layer andthe hydrogen lon-conductlve polymer electro- 
lyte membrane which are exposed by the step (VI) to 
obtain an electrolyte membrane-electrode assembly, 
and the method comprises, between the steps (II) and 
(IV) and/or between the steps (IV) and (VII), a treatment 
step of reducing adhesion force between the base ma- 
terial andthe hydrogen lon-conductlve polymer electro- 
lyte membrane. 

[0023] It is also preferable that the step of forming a 
hydrogen ion-conductive polymer electrolyte mem- 
brane on a base material is a step of transfer-printing a 
hydrogen ion-conductive polymer electrolyte mem- 
brane formed on a base material for transfer-printing, to 
the base material 

[0024] It is also preferable that the surface or the 
whole of the base material Is constituted of a material 
which reduces the adhesion property to the hydrogen 
ion-conductive polymer electrolyte membrane by heat- 
ing, or a material which evaporates or sublimates by 
heating, and the treatment step Is a step of heating the 
base material. 

[0025] It Is also preferable that the surface or the 
whole of the base material Is constituted of a material 
which reduces the adhesion property to the hydrogen 
lon-conductlve polymer electrolyte membrane by cool- 
ing, and the treatment step is a step of cooling the base 
material. 

[0026] It is also preferable that the surface or the 
whole of the base material Is constituted of a material 
which reduces the adhesion property to the hydrogen 
lon-conductlve polymer electrolyte membrane by Irradi- 
ating active light rays, or a material which evaporates or 
sublimates by irradiating active light rays, and the treat- 
ment step Is a step of Irradiating the base material with 
active light rays. 

[0027] It Is further preferable that the base material 
comprises on the surface thereof an adhesion layer ca- 
pable of dissolving In a solvent, and the treatment step 
is a step of bringing the base material in contact with a 
solvent. 

[0028] It is also preferable that the treatment step Is 
a step of depressurtzlng or pressurizing the face of the 
base material opposite to the face thereof with the hy- 
drogen Ion-conductive polymer electrolyte membrane 
formed. 

[0029] ft is further preferable thatthe production meth- 
od comprises a step of arranging a reinforcing film made 
of a frame-shaped hydrogen lon-conductlve film or gas 
diffusive film, between the hydrogen lon-conductlve pol- 
ymer electrolyte membrane and the catalyst layer, be- 
tween the catalyst layer and the gas diffusion layer or 
between the hydrogen lon-conductlve polymer electro- 
lyte membranes, In a clearance between the gasket and 
the gas diffusion electrode In order to reinforce the hy- 



drogen lon-conductlve polymer electrolyte membrane. 
[0030] The present invention further relates to a pro- 
duction method of an electrolyte membrane-electrode 
assembly for a polymer electrolyte fuel cell, the electro- 
5 lyte membrane-electrode assembly having: a hydrogen 
lon-conductlve polymer electrolyte membrane; and a 
gas diffusion electrode which contains a catalyst iayer 
and a gas diffusion layer and Is bonded to both faces of 
the hydrogen lon-conductlve polymer electrolyte mem- 
10 brane, the method being characterized by comprising: 
a step of bonding a hydrogen Ion-conductive polymer 
electrolyte membrane and a catalyst layer via a coating 
layer; a step of removing the coating layer; and a step 
of obtaining an electrolyte membrane-electrode assem- 
t5 bly by forming a gas diffusion layer on the catalyst layer. 
[0031] It Is preferable that the method comprises: a 
step (a1) of forming a coating layer on a catalyst layer; 
a step (b1) of applying a hydrogen lon-conductlve poly- 
mer electrolyte solution onto the coating layer; a step 
20 (d) of removing the coating layer to obtain an electro- 
lyte membrane-catalyst layer assembly; and a step (d1 ) 
of forming a gas diffusion iayer on the catalyst layer. 
[0032] It is preferable that the production method 
comprises: a step (a2) of forming a hydrogen lon-con- 
25 ductive polymer electrolyte membrane on a polymer 
film; a step (b2) of arranging a catalyst layer on the pol- 
ymer film; a step (c2) of removing the polymer film to 
obtain an electrolyte membrane-catalyst layer assem- 
bly; and a step (d2) of forming a gas diffusion layer on 
30 the catalyst layer. 

[0033] It is also preferable that the method comprises: 
a step (a3) of forming a coating layer containing a hy- 
drogen ion-conductive polymer electrolyte on a catalyst 
layer, a step (b3) of applying a hydrogen lon-conductlve 
35 polymer electrolyte solution onto the coating layer; a 
step (c3) of removing the coating layer to obtain an elec- 
trolyte membrane-catalyst layer assembly; and a step 
(d3) of forming a gas diffusion layer on the catalyst iayer. 

40 Brief Description of Drawings 



[0034] 
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FIG. 1 is a vertical sectional view representing a 
step of forming an electrolyte membrane and a step 
of forming a catalyst layer In accordance with one 
embodiment of the present Invention. 
FIG. 2 is a vertical sectional view representing steps 
subsequent to the steps in FIG. 1 until separation 
and removal of a base material for the electrolyte 
membrane. 

FIG. 3 Is a vertical sectional view representing steps 
subsequent to the steps In FIG. 2 until constitution 
of an electrolyte membrane- electrode assembly. 
FIG. 4 is a vertical sectional view representing steps 
from formation of the catalyst layer to separation 
and removal of one electrolyte membrane base ma- 
terial In another embodiment of the present Inven- 
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tlon. 

FIG. 5 is a vertical sectional view representing steps 
subsequent to the steps In FIG. 4 until separation 
and removal of the other electrolyte membrane 
base material. 

FIG. 6 Is a vertical sectional view representing steps 
subsequent to the steps in FIG. 5 until constitution 
of an electrolyte membrane-electrode assembly. 
FIG. 7 Is a vertical sectional view representing the 
production process of the electrolyte membrane* 
electrode assembly for a fuel cell In Example 3. 
FIG. 8 is a vertical sectional view representing the 
production process of the electrolyte membrane- 
electrode assembly for a fuel celt in Example 4. 
FIG. 9 Is a vertical sectional view representing the 
production process of the electrolyte membrane- 
electrode assembly for a fuel cell In Example 5. 
FIG. 1 0 Is a vertical sectional view representing the 
production process of the electrolyte membrane- 
electrode assembly for a fuel cell in Comparative 
Example 2. 

FIG. 1 1 is a vertical sectional view representing the 
production process of the electrolyte membrane- 
electrode assembly for a fuel cell In Comparative 
Example 3. 

FIG. 12 is a diagram conceptually representing the 
Interaction of ionomer and Afunctional amine In the 
catalyst layer of the electrolyte membrane-elec- 
trode assembly In Reference Example 1 of the 
present invention. 

FIG. 13 is a diagram cone optionally representing 
the interaction of ionomer and the basic functional 
group on the carbon fine powder in the catalyst layer 
of the electrolyte membrane-electrode assembly In 
Reference Example 2 of the present invention. 

Best Mode for Carrying Out the Invention 

(1) First production method: 

[0035] The present invention firstly relates to a pro- 
duction method of an electrolyte membrane-electrode 
assembly for a polymer electrolyte fuel celtcomprising: 
a gas diffusion electrode having a gas diffusion layer 
and a catalyst layer, and a hydrogen ion-conductive pol- 
ymer electrolyte membrane bonded to the gas diffusion 
electrode, characterized by comprising: a step of form- 
ing a hydrogen lon-conductlve polymer electrolyte 
membrane on a base material for the electrolyte mem- 
brane (hereinafter also referred to as, simply, "base ma- 
terial"); a treatment step of reducing adhesion force be- 
tween the base material and the hydrogen ion-polymer 
electrolyte membrane; a step of separating and remov- 
ing the base material; and a step of bonding a catalyst 
layer and a gas diffusion layer onto the hydrogen ion- 
conductive polymer electrolyte membrane. 
[0036] According to the present Invention, even when 
an electrolyte membrane with a thin film thickness Is 



used. It is possible to produce the electrolyte mem- 
brane-electrode assembly without breakage of the elec- 
trolyte membrane. 

[0037] First, In the production method of the present 

5 Invention, the electrolyte membrane Is formed on the 
base material either by forming the electrolyte mem- 
brane directly on the base material by a solvent casting 
method or the like or by transfer-printing the electrolyte 
membrane produced on the base material for transfer- 
to printing onto the base material for the electrolyte mem- 
brane. The electrolyte membrane can thereby be han- 
dled In the state of being carried by the base material, 
from astep of formingthe electrolyte membrane through 
a step of bonding and Integrating the base material hav- 

t5 ing the electrolyte membrane and the catalyst layer 
formed on the electrolyte membrane, and cell members 
including a gas diffusion layer and a gasket. 
[0038] Furthermore, in a step of separating and re- 
moving the base material from the assembly of the cell 

20 members and the base material with the electrolyte-cat- 
alyst layer formed, each of the cell members attached 
by pressure serves to support and protect the electrolyte 
membrane. Also In a step of producing an electrolyte 
membrane-electrode assembly with an anode and a 

25 cathode arranged by attaching by pressure the respec- 
tive electrolyte membranes of the two semi-assemblies 
of the electrolyte membrane and the electrode as thus 
constituted (a first semi-assembly and a second semi- 
assembly) to each other, each of the cell members thus 

so attached by pressure plays the role of the base materia! 
in protecting the electrolyte membrane. 
[0039] Moreover, In the production method of the 
present invention, after formation of the catalyst layer 
on the base material, the electrolyte membrane is 

35 formed on the catalyst layer and on the base material 
being on the periphery of the catalyst layer. Subsequent- 
ly, the respective faces on the electrolyte membrane 
side of the two base materials, on which the catalyst lay- 
er and the electrolyte membrane have been formed, are 

40 mutually opposed to be attached by pressure to each 
other so as to form an assembly. In each of these steps, 
each electrolyte membrane Is handled as being support- 
ed by the base material. One base material is then sep- 
arated and removed from this assembly and the cell 

43 members Including the gas diffusion layer and the gas- 
ket are bonded to the face on the catalyst layer side ex- 
posed due to the separation and removal. In each of 
these steps, each electrolyte membrane Is supported by 
the other base material. After attachment by pressure 

so of the cell members, in each of the steps from separation 
and removal of the other base material to completion of 
the polymer membrane electrode assembly, each of the 
cell members thus attached by pressure serves to sup- 
port and protect the electrolyte membrane. 

55 [0040] In this manner, according to the production 
method of the present invention, the electrolyte mem- 
brane Is at all times protected by the base material, or 
the base material for transfer-printing or the cell mem- 
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bers, which have the corresponding role to the base ma- 
terial. Even In a case where an electrolyte membrane 
with weak mechanical strength by reason that the film 
thickness thereof Is thin or the like Is used, accordingly, 
an electrolyte membrane-electrode assembly and a 
PEFC using the same can be produced without causing 
damage to the electrolyte membrane. Namely, accord- 
ing to the present Invention, because stress applied to 
the electrolyte membrane by printing, transfer-printing, 
hot pressing or the like In the production process of the 
electrolyte membrane-electrode assembly Is absorbed 
by the base material, the cell members playing the cor- 
responding role to the base material or the like, large 
stress Is not applied to the electrolyte membrane, and 
hence does not cause damage to the electrolyte mem- 
brane even when It is with law Intensity. 
[0041 ] In the production method of the present inven- 
tion, at least anywhere between the step of forming the 
electrolyte membrane on the base material and the step 
of separating and removing the base material, between 
the step of forming the electrolyte membrane and the 
step ol separating and removing one base material, and 
between the step of separating and removing one base 
material and the step of separating and removing the 
other base material, it is necessary to conduct a treat- 
ment step for decreasing adhesion force between the 
base material and the electrolyte membrane. As for 
such a treatment step, effective treatment steps may In- 
clude, for example, irradiation of active light rays such 
as ultraviolet rays, X-rays, gamma rays or electron rays, 
heating, cooling, contact with a solvent or application of 
a pressure difference by the use of vapor. 

(I) Embodiment 1 

[0042] Embodiment 1 for the production method of an 
electrolyte membrane-electrode assembly in the 
present Invention will be described by means of FIGS. 
1 to 3: FIG. 1 shows steps of sequentially forming an 
electrolyte membrane 2 and a catalyst layer 6 on a base 
material 3. First, a hydrogen Ion-conductive polymer 
electrolyte solution is applied to a base material 1 for 
transfer-printing with a coater, followed by drying, to 
form the electrolyte membrane 2 on the base material 
1 for print-transfer, as In FIG. 1 (a). Subsequently, as In 
FIG. 1 (b), the other base material 3 capable of decreas- 
ing adhesion force of the surface Is attached by pressure 
to the electrolyte membrane 2 on the base material 1 for 
transfer-printing with a laminating machine 4 such that 
the air does not get in the respective bonding parts. 
Next, as In FIG. 1 (c), the base material 1 for transfer- 
printing Is separated and removed from the electrolyte 
membrane 2, and the electrolyte membrane 2 Is trans- 
fer-printed onto the base material 3. 
[0043] Further, as in FIG. 1 (d), the electrolyte mem- 
brane 2 transfer-printed onto the base material 3 and a 
catalyst layer 6 formed on the base material 5 for the 
catalyst layer are piled to be attached by pressure to 



each other with the use of a hot pressing machine 7. 
The base material 5 for the catalyst layer is then sepa- 
rated from the catalyst layer 6, and as In FIG. 1 (e), the 
catalyst layer 8 is transfer-printed onto the electrolyte 

5 membrane 2. As thus described, since the electrolyte 
membrane 2 Is supported by the base material 1 for 
transfer-printing in the steps of FIG. 1 (a) and (b) and it 
is supported by the base material 3 for the electrolyte 
membrane In each of the steps FIG. 1 (c) to (e), It should 

10 not sustain damage. 

[0044] While FIG. 1 shows the example of f orming the 
electrolyte membrane 2 by the transfer-printing method, 
it is also possible to form the electrolyte membrane 2 
directly on the base material 3 by a solvent casting meth- 

15 od in which an electrolyte solution Is applied onto the 
base material 3, followed by drying. 
[0045] Next, FIG. 2 shows steps from formation of the 
catalyst layer 6 on the electrolyte membrane 2 to sepa- 
ration and removal of the base material 3 from the elec- 

20 trolyte membrane 2. First, as In FIG. 2 (a), ultraviolet 
rays are Irradiated with an ultraviolet lamp 8 from the 
back face of the base material 3 on which the electrolyte 
membrane 2 and the catalyst layer 6 have been formed. 
By a treatment step such as ultraviolet Irradiation, It is 

25 possible to get rid of most of the adhesion force between 
the electrolyte membrane 2 and the base material 3 gen- 
erated In forming the electrolyte membrane 2 on the 
base material 3 by the transfer-printing method, the sol- 
vent casting method or the like. 

so [0046] Then, as In FIG. 2 (b), a gas diffusion layer 1 0 
repellent-treated in advance, a gasket 9 and a hydrogen 
lon-conductive film 11 are arranged on the base mate- 
rial-electrolyte membrane-catalyst layer assembly hav- 
ing been Irradiated with ultraviolet rays and then these 

35 materials are attached by pressure with the use of a hot 
pressing machine 12 to be Integrated as In FIG. 2 (c). 
In the above steps of FIG. 2 (a) to (c), the electrolyte 
membrane 2 sustains no damage as being supported 
by the base material 3. Thereafter, the base material 3 
40 is separated from the base material 2 as In FIG. 2 (d) to 
obtain a semi-assembly 13 of the electrolyte membrane 
and the electrode. 

[0047] In the step of FIG. 2 (d), the electrolyte mem- 
brane 2 adheres to the cell members Including the gas 

45 diffusion layer 10, the gasket 9 and the hydrogen lon- 
conductlvefllm 11 processed to be frame-shaped, to be 
Integrated. For this reason, stress applied to the base 
material 2 In separating the base material 3 Is alleviated 
by these cell members. As thus described, In addition 

so to support and protection for the base material 2 by 
these cell members, adhesion force to the base material 
3 has been decreased by the aforesaid treatment step, 
thereby facilitating separation of the base material 3 
without causing any damage to the electrolyte mem- 

55 brane 2 to obtain the semi-assembly 1 3 of the electrolyte 
membrane-electrode. 

[0048] Even when the aforesaid treatment tor de- 
creasing adhesion force Is conducted on the base ma- 
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teiial 3 with the electrolyte membrane 2 and the catalyst 
layer 6 formed thereon as In FIG. 2 (a), or even when 
the treatment Is conducted, for example, on the base 
material 3 after being Integrated with the cell members 
as In FIG. 2 (c), the similar effects can be obtained. A 
gas diffusive film may be used in place of the hydrogen 
ion-conductive film 11. When the gas diffusion layer 10 
and the gasket 9 as the cell members are attached by 
pressure to the base material-electrolyte membrane- 
catalyst layer assembly, the electrolyte membrane 2 Is 
almost thoroughly supported by these materials. Simul- 
taneous attachment by pressure of the hydrogen lon- 
conductive film 11 or the gas diffusive film results in an 
increased effect of protecting the electrolyte membrane, 
especially In the vicinity of the gap between the gasket 
and the gas diffusion electrode. 
[0049] FIG. 3 shows steps of producing an electrolyte 
membrane-electrode assembly by Integrating the first 
semi-assembly 13 of the electrolyte membrane-elec- 
trode and a second semi-assembly 14 without the hy- 
drogen lon-conductive film 1 1 being attached by pres- 
sure thereto as thus produced. The respective electro- 
lyte membranes 2a and 2b of the semi-assemblies 13 
and 14 are mutually opposed as In FIG. 3 (a), which are 
then attached by pressure to each other with the use of 
a hot pressing machine 15 as In FIG. 3 (b). Thereby, the 
electrolyte membrane-electrode assembly as shown In 
FIG. 3 (c) can be obtained. Further, the assembly Is 
stood still in a depressurlzed container for 10 minutes 
for deaeration of the assembly. 
[0050] In the aforesaid case, two of the semi-assem- 
blies 14 without hydrogen lon-conducttve film 11 being 
attached by pressure thereto may be attached by pres- 
sure to each other with the frame-shaped hydrogen lon- 
conductrve film 11 or the gas diffusive film Interposed 
therebetween to produce the electrolyte membrane- 
electrode assembly. It is thereby possible to obtain the 
effect of protecting the electrolyte membrane In the vi- 
cinity of the gap between the gasket and the gas diffu- 
sion electrode. 

(ii) Embodiment 2 

[0051 ] An embodiment of a second production meth- 
od of the present Invention will be described by means 
of FIGS. 4 to 6: 

[0052] FIG. 4 shows steps from formation of a catalyst 
layer 22 on a base material 21 for an electrolyte mem- 
brane to separation and removal of a base material 21a, 
which is one of two base materials 21 a and 21 b (semi- 
assemblies) with the catalyst layer 22 and the electrolyte 
membrane 23 formed thereon, from an assembly ob- 
tained by attachment by pressure of respective electro- 
lyte membranes 23a and 23b of the base materials 21a 
and 21b. 

[0053] First, the catalyst layer 22 is formed on the 
base material 21 as In FIG. 4 (a). The electrolyte mem- 
brane 23 is then formed over the area from the surface 



of the catalyst layer 22 to the surface of the base mate- 
rial 21 outside the catalyst layer 22, as In FIG. 4 (b). In 
this case, to the formation method of the electrolyte 
membrane 23 applied may be either a method of form- 
5 ing It directly on the base material 21 with the catalyst 
layer 22 formed thereon or a method of transfer-printing 
the electrolyte membrane produced in advance on the 
base material fortransf er-prtntlng onto the base material 
21. 

10 [0054] Subsequently, the respective electrolyte mem- 
branes 23a and 23b of the two base materials 21 a and 
21 b with the catalyst layer 22 and the electrolyte mem- 
brane 23 formed thereon are mutually opposed as in 
FIG. 4 (c), which are then attached by pressure and 

15 bonded to each other with the use of a hot pressing ma- 
chine 24 to obtain a pre-assembly 25. Then, the pre- 
assembly 25 is irradiated with ultraviolet rays by an ul- 
traviolet lamp 26 from one face thereof, as In FIG. 4 (d). 
In each of the above steps FIG. 4 (a) to (d), each of the 

20 electrolyte membranes 23a and 23b sustains no dam- 
age as being supported by the respective base materi- 
als 21a and 21b thereof. 

[0055] Next, as In FIG. 4 (e), the base material 21 a Is 
separated from the pre-assembly 25. In this case, a 

25 treatment step such as ultraviolet Irradiation allows elim- 
ination of most of the adhesion force between one base 
material 21 a and the electrolyte membrane 23a, and be- 
cause the electrolyte membrane 23a is supported by the 
base material 21b, It Is possible to separate the base 

30 material 21 a with ease without causing any damage to 
the electrolyte membrane 23a. 
[0056] FIG. 5 shows steps of separation and removal 
of one base materials 21 a from the pre-assembly 25 to 
separation and removal of the other base materials 21b 

35 from the same. 

[0057] First, as In FIG. 5 (a), a pre-assembly 27, from 
which the base material 21a has been separated, is ir- 
radiated with ultraviolet rays with an ultraviolet lamp 28 
from the side of the other base material 21b. Subse- 

40 quently, the cell members including a gas diffusion layer 
29, a gasket 30 and a frame-shaped gas diffusive film 

31 are plied on the face on the side where the layer 22a 
and the electrolyte membrane 23a of the assembly 27 
Irradiated with ultraviolet rays are exposed, which are 

«5 then attached by pressure with a hot pressing machine 

32 to be Integrated as In FIG. 5 (c). In each of the steps 
FIG. 5 (a) to (c), the electrolyte membranes 23a and 23b 
sustain no damage as being supported by the base ma- 
terial 21b or by the cell members 29 to 31 attached by 

so pressure. 

[0058] Next, as in FIG. 5 (d), the other base material 
21b is separated from the Integrated matter as In FIG. 
5 (c). In this case, adhesion force between the electro- 
lyte membrane 23b and the base material 21 b has been 
55 decreased due to the ultraviolet irradiation and, further, 
the electrolyte membrane 23b is supported by each of 
the cell members attached by pressure so that the base 
material 21 b can be easily separated and removed wlth- 



7 



13 



EP1 27ft 260 A1 



14 



out causing damage to the electrolyte membrane 23b. 
The treatment such as ultraviolet Irradiation to decrease 
adhesion force between the electrolyte membrane and 
the base material has the similar effect even when con- 
ducted after Integration of the cell members with a pre- 
assembly 27 Irradiated with ultraviolet rays, as In FIG. 
5 (c). 

[0059] FIG. 6 shows steps for completion of the elec- 
trolyte membrane-electrode assembly In accordance 
with the present Invention. As shown In FIG. 6 (a), on 
the face where the catalyst layer 22b and the electrolyte 
membrane 23b of the assembly (FIG. 5 (d)), obtained 
by integrating the electrolyte membranes 23a, 23b and 
the cell members 29 to 31 , are exposed, a gasket 33 
and a repellent-treated gas diffusion layer 34 are piled 
and attached by pressure with a hot pressing machine 
35 to constitute an electrolyte membrane-electrode as- 
sembly as In FIG. 6 (b). 

[0060] In the production method in accordance with 
Embodiment 2 of the present invention, as In the pro- 
duction method of Embodiment 1, the essential as the 
cell members to be integrated are the gas diffusion layer 
and the gasket. Further, It Is preferable that the frame- 
shaped gas diffusive film or the hydrogen ion-conduc- 
tive film is integrated. 

[0061] In the production methods of Embodiments 1 
and 2 of the present invention, when the electrolyte 
membrane is transfer-printed to the base material, It Is 
necessary to make adhesion force between the base 
material and the electrolyte membrane larger than that 
between the base material for transfer-printing and the 
electrolyte membrane, or to be able to change adhesion 
force between the base material and the electrolyte 
membrane to be smaller when the electrolyte mem- 
brane is formed on the base material, to a degree that 
the electrolyte membrane can be separated and re- 
moved with ease by the treatment step after formation 
of the electrolyte membrane. 

[0062] As for the material for the electrolyte mem- 
brane base material which can make adhesion force to 
the electrolyte membrane smaller by the treatment step 
by heating, for example, a heat-separating sheet (e.g., 
-River Alpha" No. 3198LS, No. 3198MS, No. 3198HS 
etc. produced by NITTO DENKO CORPORATION), or 
the like can be used. This Is made by applying a heat- 
separative adhesive onto a substrate sheet made of pol- 
yester. It Is further effective that a sheet material having 
formed a layer which sublimates by heat on the surface 
of the base material is used. The examples of the ma- 
terial which sublimates by heat may include triazole, tri- 
azlne, benzotrlazole, nitrobenzotriazole, methylbenzot- 
riazole, naphthol, quinollne, hydroxyquinoilne, qulnoll- 
slne, morphollne, and cyclohexilamlne. By dissolving 
these materials In a solvent such as alcohol or ether to 
be applied to the film substrate, it is possible to form a 
layer which sublimates by heat 
[0063] Further, the material for the base material 
which can make adhesion force smaller by the treatment 



step by cooling may be exemplified by natural rubber, 
cls-lsoprene rubber, styrene/lsoprene rubber, butadiene 
rubber, nltrlle rubber, chloroprene rubber, chlorosul- 
fonated polyethylene, poiysulfide rubber, butyl rubber, 
5 ethylene/propylene copolymer, ethylene/propylene/dl- 
ene terpolymer, urethane rubber, silicone rubber, fluo- 
rine rubber and a mixture of these materials. An adhe- 
sion-Imparting agent such as an alkylphenol/formade- 
hyde resin, a coumarone/lndene resin, a xyiene/forma- 
10 dehyde resin or polybutene may be added to the mate- 
rials. Moreover, by using a sheet obtained by applying 
a mtxture of at least one or not less than two of the afore- 
said materials to a resin film, the similar effect can be 
obtained. 

15 [0064] As for the material for the base material capa- 
ble of decreasing adhesion force by the treatment step 
of Irradiating active light rays, for example, a dicing tape 
(e.g.. "ELEP Holder" UE-111AJ, UE-2092J, NBD- 
5170K, produced by NITTO DENKO CORPORATION 
20 and -Adwlll" D-624, D-650 and the like, produced by 
L1NTEC CORPORATION, or the like can be used. 
These are obtained by applying an acrylic adhesive or 
the like onto a substrate sheet made of polyolefin, for 
example. Further, a sheet material having formed a lay- 
25 er, which sublimates by active light rays, on the surface 
of the base material can be used. The material which 
sublimates by Irradiation of active light rays may be ex- 
emplified by a resist agent such as poly(2,2,2-trif luoroe- 
thyl-a-chloroacryiate), and a material easy to polymer- 
30 ize with active light rays such as polyacetal. As for active 
light rays, as well as ultraviolet rays, X-rays, gamma- 
rays, electron rays or the like can be used. 
[0065] As for the material for the base material capa- 
ble of decreasing adhesion force by the treatment step 
35 of bringing the material In contact with a solvent, a sheet 
material having formed an adherent layer which dis- 
solves in the solvent on the surface can be used. As for 
the material for the adherent layer, when, for example, 
the solvent Is water, water-soluble ink (e.g., MS-03C 
40 produced by JUJO CHEMICAL CO., LTD.), a synthetic 
polymer such as polyvinyl alcohol, polyethylene oxide, 
polyacryllc amid, polyacryllc amine and polyvinyl pyrro- 
lidone, natural starch such as potatostarch, tapiocas- 
tarch and cornstarch, processed starch obtained by ox- 
45 idizlng, Imparting alpha-structure to, etheriflcatlng ores- 
terlflcating these natural starch, cellulose derivatives 
such as carboxymethyl cellulose and methyl cellulose, 
a protein, gelatin, glue, casein, shellac, gum Arabic, 
dextrin and the like can be used. When the solvent is an 
so organic solvent, a natural rubber, asphalt, a chloro- 
prene-type resin, a nltrile rubber-type resin, a styrene- 
type resin, butyl rubber, poiysulfide, silicone rubber, bi- 
nyl acetate, nrtro cellulose or the like can be used. 
[0066] In the steps of separating the base material 
55 from the electrolyte membrane in the production meth- 
ods in accordance with Embodiments 1 and 2 of the 
present Invention, it Is also effective to separate the 
base material while spraying a gas to the bonding part 
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of the base material and the electrolyte membrane. This 
method causes no damage to the electrolyte membrane 
at the time of the separation and further allows preven- 
tion of separation between the electrolyte membrane 
and the catalyst layer and between the catalyst layer 
and the gas diffusion layer. 

[0067] As a method for forming the electrolyte mem- 
brane on the base material In the production methods 
of Embodiments 1 and 2 of the present Invention, when 
a method is taken in which the electrolyte membrane is 
formed on the base material for transfer-printing and 
then the electrolyte membrane Is transfer-printed to the 
base material, it is effective to use as the material for 
the base material, for example, a porous sheet made of 
ultra high molecular weight polyethylene such as "SUN- 
MAP" produced by NITTO D EN KO CORPORATION, or 
a gas permeable porous plate made of paper, synthetic 
paper, cloth, non-woven fabric, leather, cellulose, cello- 
phane, celluloid or the like. In a case where the electro- 
lyte membrane is formed directly on the base material, 
on the other hand, It Is not preferable to use the porous 
base material because the solvent of the electrolyte so- 
lution infiltrates into the porous base material. 
[0068] It Is possible to easily control adhesion force 
between the base material and the electrolyte mem- 
brane by depressurizlng and pressurizing with a gas 
from the face opposite to the face where the electroiyte 
membrane has been formed by the transfer-printing 
method on a base material made of the gas permeable 
porous plate, and by changing pressure to be propagat- 
ed through micro pores of the porous plate to the elec- 
trolyte membrane according to the degree of the depres- 
surizatlon and pressurization. The use of this control 
method enables separation and removal of the electro- 
lyte membrane, by depressurlzatlon In a step In which 
an Increase in adhesion force to the electrolyte mem- 
brane is required, and by more modest depress urizati on 
or pressurization In a step In which the base material is 
separated. 

[0069] It Is also effective that upon separation of the 
base material made of the porous sheet from the elec- 
trolyte membrane, a liquid such as water Is Infiltrated 
into the base material to change adhesion force to the 
electrolyte membrane, and then the base material is 
separated. It Is preferable In this case that the base ma- 
terial Itself or the surface treatment part of the base ma- 
terial is not Invaded by the solvent of the electrolyte so- 
lution. 

[0070] In the production methods of the Embodiments 
1 and 2 of the present invention, the base material for 
transfer-printing Is used for carrying the electrolyte 
membrane with a thin film thickness and transfer-print- 
ing this to the base material for the electrolyte mem- 
brane. As the substrates therefor used can be, for ex- 
ample, a film of a resin such as polyester, polyfeny! sul- 
fane, polypropylene, polyethylene, polyvinyl chloride, 
acetate, polystyrene, polycarbonate, potyimlde, aramld, 
polybutylene telephthalate, polyethersulfone, polyether 



ethylketene, poryetherimlde, polysurfone, polyphthala- 
mide, polyamldeimide, polyketone or polyalirate, paper, 
synthetic paper, woven fabric, non-woven fabric, leath- 
er, cellulose, cellophane, celluloid, a metallic plate, a 

5 metallic foil or the like. The appropriate thickness of the 
base material for transfer-printing is from 1 0 to 1 00 u, m, 
and for the substrate thereof, one with small critical sur- 
face tension, namely one whose adhesion force to the 
electrolyte membrane is not large rs preferably used In 

io order to make separation properties of the electrolyte 
membrane favorable. 

[0071] For weakening adhesion force to the electro- 
lyte membrane and facilitating separation of the electro- 
lyte membrane, it is possible to use, for the aforesaid 

15 resin film substrate as the base material for transfer- 
printing, polyethylene wax, paraffin wax, higher fatty ac- 
id alcohol, olganopolysiloxan, anion-type surfactant, 
cation-type surfactant, amphoteric surfactant, nonton- 
type surfactant, fluorochemical surfactant, metallic 

20 soap, organic carboxy lie acid and thederivative thereof, 
a fluorocarbon resin, a sllicone-type resin, dimethyl sil- 
icone oil, epoxy modified silicone oil, reactive silicone 
oil, alkyt modified silicone oil, amino modified silicone 
oil, a reaction compound of a sllane coupling agent, an 

25 elemental substance of a lubricant such as silicone rub- 
ber, silicone compound or silicone wax, or a mixture of 
two or more of these. 

[0072] In the production methods of the Embodiments 
1 and 2 of the present invention, an electrolyte layer in 

30 the electrolyte layer-electrode assembly is constituted 
of two electrolyte membranes, and even in the case of 
using a thin electroiyte membrane having such a defect 
as a pinhole, the electroiyte layer Is formed by attaching 
by pressure and Integrating the two membranes. There 

55 is thereby an extremely low probability that the respec- 
tive defect parts of the membranes are overlapped to 
form a through hole, and a highly-reliable PEFC can 
thus be obtained. 

[0073] In this case, it is necessary to form the electro- 
<o |yte membrane-electrode assembly such that the air 
does not remain between the membranes. This Is of im- 
portance for substantially eliminating a channel which 
brings about crossover of the gases between the cath- 
ode and anode so as to produce a reliable PEFC of great 
<5 power even when the electrolyte membrane with a thin 
film thickness is used. 

[0074] When an air layer remains In the bonding part, 
there Is a possibility that a proton-conductive channel Is 
cut off, and three parts, the defect part of the first elec- 
50 trolyte membrane, the air layer and the defect part of the 
second electrolyte membrane, form a channel through 
which the fuel gas and the air can path, leading to oc- 
currence of the crossover. 

[0075] In order to avoid remanence of the air layer In 
55 the bonding part, it is not necessarily required to com- 
pletely prevent the air from being caught in the bonding 
part upon attachment by pressure, but, after bonding of 
the two membranes, the air remaining in the bonding 
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part may be removed In a vacuum chamber. In this case. 
It Is preferable that the electrolyte layer-electrode as- 
sembly Is put into the vacuum chamber and then gradu al 
and stepped depressurtzation Is conducted so as to pre- 
vent a partial explosion of the assembly caused by rapid 
expansion of the remaining air. It Is also effective for pre- 
vention of the partial explosion that the assembly is 
stood still, while being warmed, In an autoclave at sev- 
eral atmospheric pressure before being put into the vac- 
uum chamber. 

[0076] For preventing the air from getting caught be- 
tween the membranes upon attachment by pressure, It 
is also effective to employ a method in which a solvent 
such as water or alcohol Is sprayed to the bonded face 
In a small amount with an atomizer, followed by attach- 
ment by pressure. 

[0077] It further effective that the two electrolyte 
membranes are piled and then attached by pressure in 
vacuo in the vacuum chamber or in a depressurized at- 
mosphere. The attachment by pressure may also be 
conducted In an atmosphere of a gas such as hydrogen 
which passes through the membrane with ease for the 
purpose of facilitating escape of the caught air bubbles 
out of the bonding part. Moreover, as a method applica- 
ble to the production method of Embodiment 2 of the 
present invention, a preferable method is that two base 
materials, each having the catalyst layer and the elec- 
trolyte membrane on one face thereon, are piled with 
the respective faces with the electrolyte membrane 
thereof mutually opposed, and then attached by pres- 
sure little by little with rolls from the end like a cleat. A 
method In which a heat roller Is used for the attachment 
by pressure is also effective. 

[0078] For production of the reliable polymer electro- 
lyte fuel cell of great power by the production methods 
of Embodiments 1 and 2 of the present Invention, It is 
effective that the electrolyte membrane is a thin mem- 
brane having a film thickness of 3 to 10 um. 
[0079] In the production methods of Embodiments 1 
and 2 of the present Invention, It Is preferable that a 
frame-shaped reinforcing film made of a hydrogen Ion- 
conductive film or a gas diffusive film is interposed be- 
tween the electrolyte layer and the catalyst layer, be- 
tween the catalyst layer and the gas diffusion layer or 
between the two electrolyte membranes forming the 
electrolyte layer, such that the reinforcing film covers the 
electrolyte layer In the clearance between the gasket 
and the gas diffusion electrode. 
[0080] Thereby, the clearance between the gasket 
and the gas diffusion electrode where stress tends to be 
concentrated most Is covered with the reinforcing film, 
and thus the electrolyte membrane present at the clear- 
ance between the gasket and the gas diffusion electrode 
and In the vicinity thereof are protected, enabling pre- 
vention of the electrolyte membrane in this part from be- 
ing torn or a flaw or of pinhole from being generated. 
Further prevented In operation of the fuel cell can be the 
pressure difference between the fuel gas and the air 



generated between the gasket and the gas diffusion 
electrode, generation of the pinhole or torn-membrane 
due to pressure accompanied by sliding of the mem- 
brane caused by changes In moisture, damage to the 
5 electrolyte layer such as partial cut-off with the edge of 
the gas diffusion electrode, or the like. 
[0081] In acase where a hydrogen ion-conductive film 
Is used as the reinforcing film and this film Is Interposed 
between the electrolyte layer and the catalyst layer or 
10 between the catalyst layer and the gas diffusion layer, 
an adhesion property between the catalyst layer and the 
conductive film becomes favorable. This is due to con- 
tainment of a homogenous proton-conductive resin with 
a hydrogen ion-conductive film In the catalyst layer. Al- 
ts though the part of the hydrogen-Ion conductive film to 
be Inserted under the gasket is Interposed between the 
gasket and the electrolyte layer, It should not work 
against the sealing property of the fuel cell because of 
a favorable adhesion property between the hydrogen 
20 ion-conductive film and the gasket Also in a case where 
this film is arranged between the electrolyte membranes 
or between the electrolyte layer and the catalyst layer, 
the arrangement of the film does not cause a decrease 
In reaction area of the gas diffusion electrode because 
2S the film has proton conductivity. As forthe hydrogen ion- 
conductrve film, a perfluorocarbon sulfonic acid-type 
electrolyte membrane Is particularly preferable as hav- 
ing high Intensity. For a film corresponding to this film, 
for example, Nafion 112 produced by Du Pont in the US, 
30 Flemion produced by Asahl Glass Co.,Ltd., GORE-SE- 
LECT produced by JAPAN GORETEX INC., Aciplex 
produced by ASAHI KASEI CORPORATION or the like 
can be employed. 

[0082] Further, when the gas diffusive film is used as 

35 the relntorclngfllm, there Is the effect of preventing dam- 
age to the electrolyte membrane In the production proc- 
ess or operation of the fuel cell, as In the case of using 
the hydrogen Ion-conductive film, in addition, when the 
gas diffusive film Is arranged anywhere between elec- 

40 trolyte membranes, between the electrolyte layer and 
the catalyst layer, and between the catalyst layer and 
the gas diffusion layer, there is no decrease In opening 
ratio of the gas diffusion electrode since proton conduc- 
tivity in the part covered with the gas diffusive film is not 

45 impaired. 

[0083] As for the gas diffusive film, a film with high gas 
permeability and a thin film thickness and further with 
sufficient strength Is preferably used, and to a reliable 
material satisfying these conditions, a film made of a 

so fluoropolymer is applied, which may be specifically ex- 
emplified by a porous film made of a tetraf luoro-ethylene 
resin (e.g., MICRO-Tex produced by NITTO DENKO 
CORPORATION), or the like. 
[0084] Furthermore, In the production methods of Em- 

55 bodiments 1 and 2 of the present invention, it is prefer- 
able that a frame-shaped thick film section is formed in 
the electrolyte membrane, and the thick film section Is 
provided so as to cover the clearance between the gas- 
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ket and the gas diffusion electrode. 
[0085] The thick film section has the function and ef- 
fect of preventing damage to the electrolyte membrane 
In the production process or operation of the PEFC, as 
with the aforesaid reinforcing film. Because the thick film 
section is formed of the electrolyte, proton conductivity 
of the PEFC is very unlikely to be impaired. As for the 
method for forming the frame-shaped thick film section 
on the electrolyte membrane, a method in which an elec- 
trolyte solution Is screenprlnted In the shape of frame 
on an electrolyte membrane formed to have a uniform 
thickness, a method in which the electrolyte solution Is 
spray-applied in the shape of flame with the use of a 
metal mask, or the like, is effective. 

(2) Second production method: 

[0086] The present Invention secondly relates to a 
production method of an electrolyte membrane-elec- 
trode assembly for a polymer electrolyte fuel cell, the 
electrolyte membrane-electrode assembly having: a hy- 
drogen ion-conductive polymer electrolyte membrane; 
and a gas diffusion electrode which contains a catalyst 
layer and a gas diffusion layer and Is bonded to both 
faces of the hydrogen ion-conductive polymer electro- 
lyte membrane, the method being characterized by 
comprising: a step of bonding a hydrogen Ion-conduc- 
tive polymer electrolyte membrane and a catalyst layer 
via a coating layer; a step of removing the coating layer, 
and a step of obtaining an electrolyte membrane-elec- 
trode assembly by forming a gas diffusion layer on the 
catalyst layer. 

[0087] As opposed to the conventional production 
method of the electrolyte membrane-electrode assem- 
bly for the fuel cell, when the polymer electrolyte mem- 
brane is formed directly on the catalyst layer, no pres- 
sure should be applied in the process, leading to forma- 
tion of a thin membrane without breakage thereof; how- 
ever, direct application of a polymer electrolyte raw ma- 
terial solution to the catalyst layer results In Infiltration 
of the solution into the porous catalyst layer, and It has 
thereby been difficult to obtain a favorable film. 
[0088] in the present invention, especially for the pur- 
pose of enabling formation of a polymer electrolyte 
membrane having a thin film thickness, a thin polymer 
electrolyte membrane Is first formed on a specific medi- 
um (e.g., a coating layer), followed by removal of the 
medium, to eventually obtain a polymer electrolyte 
membrane-catalyst layer interface. Here, the medium 
should thus have a relatively smooth surface, not be po- 
rous and be capable of forming a thin polymer electro- 
lyte membrane. 

[0089] That Is to say, the present Invention provides 
a production method of an electrolyte membrane-elec- 
trode assembly for a polymer electrolyte fuel cell, ob- 
tained by bonding the catalyst layer and the gas diffu- 
sion electrode to the both faces of the hydrogen Ion-con- 
ductive polymer electrolyte membrane, the method be- 



ing characterized by comprising: a step (1) of arranging 
a medium on the catalyst layer; a step (2) of forming a 
polymer electrolyte membrane on the medium; and a 
step (3) of forming the assembly by removing the medi- 
5 urn. 

[0090] However, either the step (1) or the step (2) Is 
conducted first. In the following, preferable embodi- 
ments of the second production method of the present 
Invention will be described in the separate cases of first 
io conducting the step 

(1 ) and of first conducting the step (2). 

(Ill) Embodiment 3 

15 

[0091] A production method of an electrolyte mem- 
brane-electrode assembly for a fuel cell in accordance 
with Embodiment 3 of the present Invention is a method 
for first forming a coating layer as a medium on the cat- 
20 alyst layer, the method comprising: a step (a1) of form- 
ing a coating layer on a catalyst layer; a step (b1) of 
applying a hydrogen lon-conducttve polymer electrolyte 
solution onto the face opposed to the face of the coating 
layer In contact with the catalyst layer, a step (c1 ) of re- 
2S moving the coating layer to obtain an electrolyte mem- 
brane-catalyst layer assembly; and a step (d1) of form- 
ing a gas diffusion layer on the catalyst layer. 
[0092] There is a need for eventual removal of the 
coating layer, in the step (a1), it Is effectivethat the coat- 
so ing layer is formed of a material which sublimates at 
200°C or lower, a material which pyrorytically decom- 
poses at 200°C or lower, a material which decomposes 
with ultraviolet rays and sublimates, a material which de- 
composes with ultraviolet rays and dissolves in a sol- 
as vent, a water-soluble material, or a material which dis- 
solves In an organic solvent. 200°C or lower Is men- 
tioned here because perfluorocarbon sulfonic acid ion- 
omer as the polyer electrolyte does not pyrolytlcally de- 
compose at 200°C or lower. 
40 [0093] The examples of the material which sublimates 
at 200°C or lower may Include triazole, tiazine, benzot- 
riazole, nitrobenzotriazole, methylbenzotrlazole, naph- 
thol, quinoline, hydroxyquinoline, quinollzine, morpho- 
line and cyclohexylamine. The layer can be formed by 
45 making a paste of these materials with a solvent such 
as alcohol or ether, to be applied. 
[0094] The examples of the material which pyrolytl- 
cally decomposes at 200°C or lower may Include poly- 
oxymethylena, poly-a-methylene surf one, polyp ropyl- 
50 ene oxide, polyisoprene, polymethyl methacrylate and 
polymethyl acrylate. 

[0095] The examples of the material which decom- 
poses with ultraviolet rays and sublimates may Include 
a resist agent such as poly(2,2,2-trffluoroethyl-<x-chloro- 
55 acrylate) and a material prone to depolymerize with ul- 
traviolet rays such as polyacetal. 
[0096] The examples of the material which decom- 
poses with ultraviolet rays and dissolves In the solvent 
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may Include a photosensitive resin such as poly(meth- 
yllsopropenJIIlc ketone). 

[0097] The water-soluble material may be exemplified 
by synthetic polymers such as polyvinyl alcohol, poly- 
ethylene oxide, polyacrylic amid, polyacryllc amine and 
polyvinyl pyrroildone, natural starch such as potato- 
starch, tapiocastarch and cornstarch, processed starch 
obtained by oxidizing, Imparting alpha-structure to, eth- 
eriflcating or estertflcatlng these natural starch, cellu- 
lose derivatives such as carboxymethyl cellulose and 
methyl cellulose, a protein, gelatin, glue, casein, shellac, 
gum Arabic and dextrin. 

[0098] The material which dissolves in the organic 
solvent may be exemplified by a natural rubber, asphalt, 
a chloroprene-type resin, a nltrile rubber-type resin, a 
styrene-type resin, butyl rubber, polysulflde, silicone 
rubber, blnyl acetate and nltro cellulose. 
[0099] Next, from the vlewpolntthat athln and uniform 
coating layer can be formed, It Is effective that screen 
printing, a roll coater or a spray application method is 
used for the formation. 

[0100] It Is possible for the skilled person to select as 
appropriate the method forformlngthe coating layer and 
the subsequent drying method, according to a material 
for the coating layer, a condition for the formation, and 
the like. 

[0101] Also, for the material for formation of the coat- 
ing layer, the concentration thereof and the temperature 
for the formation may be selected within the range that 
the membrane can be formed. 
[0102] Subsequently, in Embodiment 3, the polymer 
electrolyte membrane Is formed on the coating layer 
formed as thus described, as the step (b1). 
[0103] Differently from the conventional case where 
the polymer electrolyte membrane supplied by the rolls 
Is used, It is possible, according to this method, to form 
the polymer electrolyte membrane thinner than the con- 
ventional one, as thus described. 
[01 04] As for the material for formation of the polymer 
electrolyte membrane, the same polymer electrolyte so- 
lution as the conventional one may be used, and the 
concentration thereof and the temperature tor the for- 
mation can be selected as appropriate. Moreover, this 
polymer electrolyte layer is effectively formed by the 
screen printing, the roll coater or the spray application 
method, as with the coating layer. 
[01 05] In the step (d )» the coating layer Is removed. 
The way of the removal can be selected according to a 
type and characteristic of a material forming the coating 
layer, and a method such as heating, ultraviolet irradia- 
tion, dissolution In water or a solvent can be employed. 
Although It is necessary that the method applied here 
be carried out under a condition that the performance of 
the assembly to be obtained Is not impaired, the skilled 
person can select such a condition as appropriate. 
[0106] Finally, in the step (d1), the gas diffusion layer 
is formed on the catalyst layer by following the conven- 
tional method to obtain the electrolyte membrane-elec- 



trode assembly of the present Invention. At this time, a 
cell member such as a gasket may be arranged. 

(Iv) Embodiment 4 

5 

[0107] Next, a production method In accordance with 
Embodiment 4 of the present invention, which relates to 
the case of forming the polymer electrolyte membrane 
on the medium first, Is a production method of an elec- 
ta trolyte membrane-electrode assembly obtained by 
bonding a catalyst layer and a gas diffusion layer on both 
faces of an Ion-conductive polymer electrolyte mem- 
brane, the method being characterized by comprising: 
a step (a2) of forming a hydrogen lon-conductlve poly- 
*5 mer electrolyte membrane on a polymerfllm; a step (b2) 
of arranging a catalyst layer on the face opposed to the 
face of the polymer film having the hydrogen lon-con- 
ductlve polymer electrolyte membrane; a step (c2) of re- 
moving the polymer film to obtain an electrolyte mem- 
20 brane-catalyst layer assembly; and a step (d2) of form- 
ing a gas diffusion layer on the catalyst layer. 
[0108] Herein, a polymerfllm as the medium Isformed 
In advance. For this polymer film, the material may be 
the same as that for the coating layer In Embodiment 3 
25 above. Namely, the polymerfllm can be formed of a ma- 
terial which sublimates at 200°C or lower, a material 
which pyrolytlcally decomposes at 200*C or lower, a 
material which decomposes with ultraviolet rays and 
sublimates, a material which decomposes with ultravlo- 
30 let rays and dissolves In a solvent, a water-soluble ma- 
terial, or a material which dissolves in an organic sol- 
vent 

[0109] Since the polymer film Is formed separately 
from the gas diffusion layer, however, It may be formed 

35 by, for example, dropping or applying the material onto 
a glass plate, a petrl dish or a film, followed by drying. 
[0110] The polymer electrolyte membrane is then 
formed on the poiymerfllm. Also In this case, the same 
materials as In Embodiment 3 above can be used for 

ao the formation by screen printing, the roll coater or the 
spray application method. 

[0111] Subsequently, the polymer film with the poly- 
mer electrolyte membrane formed on one face thereof 
is disposed on the catalyst layer of the gas diffusion 

45 electrode by contacting the other face of the polymer 
film without the polymer electrolyte membrane to the 
catalyst layer, and finally the polymer film Is removed In 
the same manner as In the case of removing the coating 
layer in Embodiment 3 above so that the assembly In 

so accordance with the present invention can be obtained. 
There Is no particular limitation to the method for dis- 
posal of the polymerfllm on the gas diffusion electrode, 
and It may be mechanically disposed, for example. 



55 (v) Embodiment 5 

[0112] Furthermore, the present Invention relates to 
a production method of an electrolyte membrane-elec- 
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trode assembly obtained by bonding a catalyst layer and 
a gas diffusion electrode to both faces of an lon-conduc- 
tlve polymer electrolyte membrane, the method being 
characterized by comprising: a step (a3) of forming a 
coating layer composed of a hydrogen ion-conductive 
polymer electrolyte on a catalyst layer; a step (b3) of 
applying a hydrogen ion -conductive polymer electrolyte 
solution onto the face opposite to the face of the coating 
layer in contact with the catalyst layer; a step (c3) of re- 
moving the coating layer to obtain an electrolyte mem- 
brane-catalyst layer assembly; and a step (d3) of form- 
ing a gas diffusion layer on the catalyst layer. 
[01 13] In Embodiment 5, the material for the coating 
layer is the same as that for the polymer electrolyte 
membrane. As thus described, the medium Is required 
for preventing Infiltration of the polymer electrolyte so- 
lution Into the catalyst layer; in this embodiment, the ge- 
lation phenomenon of the polymer electrolyte is utilized 
and the gelated layer is used as a layer for preventing 
the Infiltration Into the catalyst layer. 
[01 1 4J That is to say, first, a small amount of a polymer 
electrolyte membrane raw material solution is sprayed 
with a spray to the catalyst layer to evaporate the sol- 
vent. Because the polymer electrolyte solution Is gelat- 
ed when a solvent such as ethyl alcohol Is used and the 
concentration of the polymer electrolyte becomes from 
10 to 20 %, a Jelly-like or half-solid gelated layer Is 
formed simultaneously with evaporation of the solvent 
[0115] Since appropriate selections of a distance be- 
tween the spray and the catalyst layer, a spraying con- 
dition, and a spraying amount enable control on the 
evaporation state of the solvent of the polymer electro- 
lyte solution upon arrival thereof at the surface of the 
catalyst layer, it Is possible to limit infiltration of the so- 
lution Into the catalyst layer to Just the surface part there- 
of . Repetition of this operation several times allows the 
polymer electrolyte solution to form the thin, gelated lay- 
er so as to totally cover the surface of the catalyst layer. 
Thereafter, this catalyst layer Is dried at 100 to 140 °C 
for a short time to form a coating layer which no longer 
dissolves in a solvent such as ethyl alcohol. Next, when 
the raw material solution of the polymer electrolyte 
membrane is applied onto the coating layer, the coating 
layer becomes a layer for interrupting the raw material 
solution to the catalyst layer, resulting In favorable for- 
mation of the polymer electrolyte membrane. Because 
the material for the coating layer Is the same as that for 
the poiyme r e lectroiyte membrane, the coating layer can 
exert proton conductivity as a part of the polymer elec- 
trolyte membrane after formation of the polymer elec- 
trolyte membrane. 

[01 1 6] It should be noted that in the method thus de- 
scribed, although the polymer electrolyte membrane In 
the state that one face thereof Is In contact with the gas 
diffusion layer is formed, with the thin polymer electro- 
lyte membrane having been formed, the catalyst layer 
and the carbon paper can be bonded to the other face 
of the polymer electrolyte membrane to obtain the elec- 



trolyte membrane-electrode assembly for the fuel cell, 
(vl) About the catalyst layer 

5 [0117] The present Inventors have found that an ex- 
cellent electrolyte membrane-electrode assembly for a 
fuel cell can be produced by forming a catalyst layer with 
a mixture containing a catalyst body composed of a no- 
ble metal catalyst and a carbon powder, a polymer elec- 
ta trolyte, and a polyfunctional basic compound. 

[0118] Accordingly, the present Invention provides an 
electrolyte membrane-electrode assembly for a polymer 
electrolyte fuel cell, comprising a polymer electrolyte 
membrane and a pair of electrodes arranged on both 
sides of the polymer electrolyte membrane, and being 
characterized In that at least one of the electrodes Is 
constituted of a gas diffusion layer and a catalyst layer 
composed of: a mixture containing a catalyst body com- 
posed of a noble catalyst and a carbon powder, a poly- 

20 mer electrolyte, and a polyfunctional basic compound. 
[0119] in this assembly, It is effective that the poly- 
functional basic compound is polyfunctional amine. 
[0120] It Is also effective that the catalyst layer con- 
tains from 0.1 to 10 wt% of polyfunctional basic com- 

25 pound with respect to the polymer electrolyte. 

[0121] The present Invention further provides an elec- 
trolyte membrane-electrode assembly for a polymer 
electrolyte fuel cell, comprising a polymer electrolyte 
membrane and a pair of electrodes arranged on both 

30 sides of the polymer electrolyte membrane, and being 
characterized in that at least one of the electrodes is 
constituted of a gas diffusion layer and a catalyst layer 
composed of: a catalyst body composed of a noble cat- 
alyst and a carbon powder having a basic surface func- 

35 tlonal group; and a polymer electrolyte. 

[0122] Also In this assembly, ft Is effective that the ba- 
sic surface functional group is amine. 
[0123] The present Invention further provides an elec- 
trolyte membrane-electrode assembly for a polymer 

40 electrolyte fuel cell, comprising a polymer electrolyte 
membrane and a pair of electrodes arranged on both 
sides of the polymer electrolyte membrane, and being 
characterized in that the polymer electrolyte membrane 
includes a polyfunctional basic compound, and the as- 

45 sembly comprises the polymer electrolyte membrane 
and a gas diffusion electrode. 

[0124] Also In this case, ft is effective that the poly- 
functional basic compound Is polyfunctional amine. Fur- 
ther, it is effective that the polymer electrolyte mem- 
so brane contains a polyfunctional basic compound at 1 to 
10 wt% of the polymer electrolyte. It Is also effective that 
the main chain part of the polyfunctional basic com- 
pound is periluoronated. 

[0125] The assembly for the polymer electrolyte fuel 
55 cell composed of the polymer electrolyte membrane and 
the gas diffusion electrode in accordance with the 
present Invention Includes a polyfunctional basic com- 
pound or a carbon powder having a basic surface tunc- 
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tlonal group. 

[01261 This polyfunctlonal basic compound can be 
contained In the polymer electrolyte membrane and/or 
the catalyst layer constituting the assembly and Is bond- 
ed to a part of the sulfonic acid group of lonomer as the 
polymer electrolyte to form a three-dimensional network 
so that the ionomer becomes resistant to flowing into 
the gas diffusion layer with drained water. 
[0127] The carbon powder having the basic surface 
functional group can be contained In the catalyst layer 
constituting the electrolyte membrane-electrode as- 
sembly and Is bonded to a part of the sulfonic acid of 
ionomer as the polymer electrolyte to prevent the iono- 
mer from melting into drained water and flowing out. 
Thereby, the gas diffusion layer maintains gas permea- 
bility, and the catalyst layer and the polymer electrolyte 
membrane exert the function of being resistant to im- 
pairing proton conductivity. 

[0128] An electrolyte membrane-electrode assembly 
composed of a polymer electrolyte and a pair of elec- 
trodes arranged on both sides of the polymer electrolyte 
membrane will be described: 

[0129J When the polyfunctlonal basic compound is 
contained In the catalyst layer, the electrolyte mem- 
brane-electrode assembly for the polymer electrolyte fu- 
el cell of the present Invention Is composed of a polymer 
electrolyte membrane and apalrof electrodes arranged 
on both faces of the polymer electrolyte membrane, and 
at least one of the electrodes is constituted of: a catalyst 
layer composed of a mixture containing a catalyst body 
composed of a noble metal catalyst and a carbon pow- 
der, a polymer electrolyte, and a polyfu notional basic 
compound; and a gas diffusion layer made of carbon 
paper, carbon cloth or the like. 
[0130J As FIG. 12 shows, this polyfunctions basic 
compound 211 is bonded to a part of the sulfonic group 
of ionomer 21 2 to form a three dimensional network, ex- 
erting the effect of Inhibiting flowing out of the lonomer. 
[01 31) ^ tor the polyfunctlonal baste compound, one 
having, In one molecule, two or more of functional 
groups capable of reacting with the sulfonic group may 
be employed. The examples may Include difunctlonal 
amine such as ethylene diamine, 1 ^-propylene di- 
amine, tetramethylene diamine, hexamethylene di- 
amine, heptamethylene diamine, octamethylene di- 
amine and nonamethylene diamine, trlfunctlonal amine 
such as diethylene triamine, aromatic polyfu notional 
amine such as benzene diamine, 1 ,2,3-trlamino ben- 
zene and 1 ,2,3,4-tetraamino benzene, compounds hav- 
ing amidino groups such as 1 ,5-diazabicyclo[4.3.0]no- 
na-5-ene and 1 ,8-dlazablcyclo[5.4.0]undeca-7-ene, 
polysaccharide Including N such as streptomycin, vita- 
mins such as vitamin B2 and vitamin B12, azana- 
phtalenes such as xanthan pterin, leuco pterin and 
methotrexate, alkaloids such as kinin, strychnine and 
brucine, polypeptide such as glycyl alanine, alanyl gly- 
cine, aspartame and glutathione, pyrldazlne, pyriml- 
dlne, trlazlnes, tetrazlnes, clnnoline, quinazoiine. 



phtalazlne, qulnozallne, pteridlne, lysergic acid diethyl- 
amide, adenine, benzolmldazole, purine, hydrazide, 
nicotine, tetrahydrofolic acid, hexamethylenetetramlne, 
and 4,4'-dlaminoblphenyl. 
5 [0132] Among them, polyfunctlonal amine Is prefera- 
ble from the viewpoint of occurrence of a chemical re- 
action of an acid with a base in a relatively mild condi- 
tion. 

[0133] It Is also preferable that hydrogen In the skel- 
io eton part of the polyfunctlonal basic compound Is per- 
fluoronated. This Is because, with hydrogen perfluoro- 
nated, decomposition attributed to a reaction of drawing 
out hydrogen atoms, or the like, can be prevented, and 
high reliability can thus be realized. 
15 [0134] The perfluoronated polyfunctlonal amine may 
be exemplified by tetratluoro-p-phenylenedlamlne, 4,4'- 
dlamonooctafluoroblphenyl,and 2,4,6-tris(perfluoro- 
hepthyl)-1 ,3,5-trlazine. 

[0135] It is preferable that the polyfu notional basic 

20 compound In the catalyst layer Is from 0.1 to 10 wt% 
with respect to the polymer electrolyte. This Is because, 
when a replacement ratio Is about several % of the total 
number of the acidic groups such as the sulfonic group, 
there Is a small Influence on proton conductivity. 

25 [0136] Next, in a case where the catalyst layer con- 
tains the carbon powder having the basic surface func- 
tional group, an electrolyte membrane-electrode as- 
sembly for a polymer electrolyte fuel cell In accordance 
with the present Invention comprises a polymer electro- 

30 lyte membrane and a pair of electrodes arranged on 
both sides of the polymer electrolyte membrane, and at 
least one of the electrodes Is constituted of a gas diffu- 
sion layer and a catalyst layer composed of: a catalyst 
body composed of a noble metal catalyst and a carbon 

35 powder having a basic surface functional group; and a 
polymer electrolyte. 

[0137] As FIG. 13 shows, the basic surface functional 
group 221 of the carbon powder223 In the catalyst layer 
Is bonded to a part of the sulfonic acid group of ionomer 

40 224, exerting the effect of suppressing flowing out of the 
lonomer. The basic surface functional group 221 on the 
carbon powder 223 Is replaced by, for example, a car- 
boxyl group present on the surface of the carbon pow- 
der, or the like, before mixture with the ionomer. As for 

<5 the basic surface functional group, amines are prefera- 
ble from the viewpoint of occurrence of a chemical re- 
action of an acid with a base In a relatively mild condi- 
tion. 

[0138] The number of the basic surface functional 
50 groups on the carbon powder may be one. In a case 
where the basic material Is a monomolecule, the basic 
material flows away with the lonomer since there Is no 
crossllnklng effect without two or more of the functional 
groups. In a case where the substrate of the basic ma- 
ss terial is the carbon powder, on the other hand, since the 
carbon powder is fixed in the catalyst layer, the basic 
functional group will not flow away with the ionomer 
even when the number thereof Is one. In view of the 
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aforesaid functions, there Is no need for presence of the 
basic functional group on the surface of all the carbon 
powders. There Is also no need for bonding of all the 
lonomer to the surface functional group. These are be- 
cause bonding to a part of the lonomer allows sufficient 
suppression of the flowing out due to an anchor effect. 
[0139] Further, when the polyfunctions] basic com- 
pound Is included In the polymer electrolyte membrane, 
an electrolyte membrane-electrode assembly for a pol- 
ymer electrolyte fuel cell In accordance with the present 
invention Is an assembly composed of a polymer elec- 
trolyte membrane and electrodes arranged on both fac- 
es of this membrane, and the polymer electrolyte mem- 
brane includes the polyfunctions! basic compound. 
[0140] As thus described, It Is also preferable here 
that the pofyf unction al basic compound is polyfunctlonal 
amine and that the weight of the polyfunctlonal basic 
compound with respectto the polymer electrolyte is from 
1 to 1 0 wt%. This is because a low replacement ratio of 
the acidic group such as the sulfonic acid results in a 
small Influence on proton conductivity. 
[01 41 ] Below, the present Invention will be described 
more specifically by the use of examples; however the 
present Invention Is not limited to these: 

Example 1 

[0142] An electrolyte membrane-electrode assembly 
was produced by the steps above described by means 
of FIGS. 1 to 3, and then a PEFC was fabricated using 
this assembly. 

[0143] First, by the steps FIG. 1 (a) to (e), an electro- 
lyte membrane 2 was formed on a base material 3 by a 
transfer-printing method, and a catalyst layer 6 was 
formed thereon by the transfer-printing method. 
[01 44] An electrolyte solution was prepared by adding 
ethyl alcohol to an alcohol solution (Brand name: Flem- 
lon FSS-1 solution, produced by Asahl Glass Co. .Ltd.) 
containing 9 wt% of an electrolyte, for preventing gela- 
tion, to be diluted to be an 6 wt% solution. A polypropyl- 
ene film (Brand name: Torayfan, produced by Toray In- 
dustries, Inc.) with a film thickness of 50 jim was used 
for a base material 1 for transfer-printing. An application 
film of the electrolyte solution was heated and dried with 
an infrared ray heater to produce an electrolyte mem- 
brane 2 with a film thickness of 6u*m. An ultraviolet sep- 
aration tape (D-624, produced by LINTEC CORPORA- 
TION) was used for the base material 3 for the electro- 
lyte membrane. 

[0145] A polypropylene film (Brand name: Torayfan, 
produced by Toray Industries, Inc.) with a film thickness 
of 50 jim was used for a base material 5 for a catalyst, 
on which a catalyst layer 6 was formed In the following 
manner: First, 40 g of product obtained by making con- 
ductive carbon particle (Brand name: ketjen black EC, 
produced by Ketjenblack International Corporation) with 
a specific surface area of 800 m 2 /g, carrying a platinum 
particle with a mean particle size of about 30 angstrom 



thereon In the weight ratio of 1:1. was put Into a glass 
container. 120 Gram of water was added into this glass 
container while being stirred with a ultrasonic sound stir- 
rer, and then 210 g of Flemion FSS-1 solution was add- 

5 ed threrelnto while being stirred, to prepare a catalyst 
paste. This paste was stirred with the ultrasonic sound 
stirrer for one hour, and then developed on the base ma- 
terial 5 for the catalyst using a barcoater, followed by 
drying at room temperature, to form a catalyst layer 6. 

10 in the step of attaching by pressure the catalyst layer 6 
to the electrolyte membrane 2, the temperature was 
raised to 100»C while they were pressurized at 4 kgf/ 
cm 2 , and then they were hot pressed at 40 kgf/cm 2 . 
[0146] Next, a semi-assembly of the electrolyte me- 

15 mebrane-electrode was constituted by the steps FIG . 2 
(a) to (d). In the step of ultraviolet Irradiation, ultraviolet 
rays of 365 nm and 2000 rnJ/cm 2 were Irradiated. Car- 
bon paper with a size of 100 mm x 200 mm, repellent 
treated by being soaked in a solution obtained by dilut- 

20 ing with water an aqueous dispersion (D1 , produced by 
DAIKIN INDUSTRIES, LTD.) containing 50 wt% of fluor- 
ocarbon resin, to make the concentration a half, was 
used as a gas diffusion layer 10; a hydrogen ion-con- 
ductlvefllm reinforced with afluorocarbon polymer cloth 

25 was used as a hydrogen Ion-conductive film 1 1 . 

[0147] Subsequently, an electrolyte membrane-elec- 
trode assembly was constituted by the steps FIG. 3 (a) 
to (c). In each of the steps of hot pressing In FIG. 2 and 
FIG. 3, after the temperature was raised to 130°Cslmul- 

30 taneously with pressurlzation at 5kgt/cm 2 , the hot press- 
ing was conducted at 50 kgf/cm 2 for 10 minutes. 
[0148] Afterthe hot pressing In FIG. 3. for the purpose 
of removing the air out of the spaces between the elec- 
trolyte membranes of the attached by pressure electro- 
ns |yte membrane-electrode assembly, the electrolyte 
membrane-electrode assembly was put into a depres- 
surized container, in which there was conducted slow 
depressurizatlon from atmospheric pressure to 0.1 atm 
In ten minutes. Thereafter conducted was further de- 

40 pressurlzation down to 0.01 atmin 10mlnutes and, then, 
to 0.001 atm, and the assembly was stood still for 30 
minutes. This electrolyte membrane-electrode assem- 
bly was then taken out of the de pressurized container 
for observation and it was confirmed, as a result, that 

4* the air having been caught between the electrolyte 
membranes was removed In the depressurlzed contain- 
er and air bubbles disappeared. 
[0149] Next, a PEFC was fabricated using this elec- 
trolyte membrane-electrode assembly to evaluate the 

so actuation characteristic thereof. First, respective mani- 
fold apertures for circulation of the fuel gas and the ox- 
idant gas were formed in a gasket 9 In the electrolyte 
membrane-electrode assembly. A separator with an ox- 
idant gas flow channel formed was placed on one face 

55 of the electrolyte membrane-electrode assembly, and a 
separator with a fuel gas flow channel formed was 
placed on the other face of the assembly, to obtain a unit 
cell. Two of the unit cells were stacked, the stack of the 
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two unit cells was Interposed between separators with 
a cooling medium flow channel formed, and by repetition 
of this pattern, a fuel cell stack including 100 unit cells 
was fabricated. Each of the separators was made to 
have a thickness of 1 .3 mm, and the oxidant gas flow 
channel, the fuel gas flow channel or the cooling medi- 
um flow channel was made to have a depth of 0.5 mm. 
A current correcting plate, an Insulating plate and an end 
plate were disposed at each of both ends of the fuel ceil 
stack, which were fixed with a fastening rod to fabricate 
a PEFC. The fastening pressure at this time was made 
10kgf/cm 2 . 

[0150] The PEFC as thus fabricated was subjected to 
a successive power generation test In such conditions 
as a fuel utilization ratio of 85%, an oxygen utilization 
ratio of 60%, a current density of 0.7 Afcm 2 to obtain a 
discharge voltage of 0.7 V per a unit cell. Therefrom, 
high output of 0.49 W/cm 2 was obtained. In this test, the 
concentration of carbon monoxide of a gas obtained by 
steam-reforming methane was decreased to be 50 ppm 
or lower and the gas was humidified and heated to have 
a dew point of 70°C. and then supplied to the fuel ceil 
electrode (anode) side as a fuel gas, while the air hu- 
midified and heated to have a dew point of 45°C was 
supplied to the air electrode (cathode) side as an oxidant 
gas. The temperature of the PEFC was kept at 75°C by 
using cooling water as the cooling medium. 

Example 2 

[01 51 ] The same electrolyte solution as that in Exam- 
ple 1 was applied onto the same base material for the 
electrolyte membrane as that In Example 1 with the use 
of a coater, which was heated and dried with an infrared 
ray heater to form the electrolyte membrane 2 with a film 
thickness of 6 urn directly on the base material. Except 
the above, an electrolyte membrane-electrode assem- 
bly and a PEFC were produced In the same manner as 
In Example 1 , to be evaluated. 
[0152] As a result of the depressurizatlon test on the 
electrolyte membrane-electrode assembly, It was con- 
firmed that the air having been caught between the elec- 
trolyte membranes was removed in the depressurized 
container and air bubbles disappeared. Further, in the 
successive power generation test on the PEFC using 
this electrolyte membrane-electrode assembly, a high 
discharge voltage of about 0.7 V per a unit ceil was ob- 
tained, as In Example 1 . 

Comparative Example 1 

[0153] Except that a fluorine polymer film (Nephron 
tape, produced by N1CHIAS Corporation) with a thick- 
ness of 50 jim as a material for the reinforcing film was 
used in place of the hydrogen ion-conductive film in Ex- 
ample 1 , an electrolyte membrane-electrode assembly 
and a PEFC were produced and evaluated In exactly 
the same manner as In Example 1 . As a result of the 



depressurizatlon test, It was confirmed that the bonding 
part of the reinforcing film of the assembly taken out of 
the depressurized container had become easy to be 
pealed off. In the successive power generation test on 
5 the PEFC using this electrolyte membrane-electrode 
assembly, although a discharge voltage of about 0.7 V 
per a unit cell was obtained as in Example 1 , the effec- 
tive reaction area of the electrode decreases by about 
2%, thus lowering output accordingly. 

10 

Example 3 

[0154] FIG. 7 schematically shows a production proc- 
ess of the electrolyte membrane-electrode assembly In 

t5 accordance with the present example. 

[0155] First, for obtaining a catalyst layer 1 03, a car- 
bon powder carrying from 10 to 30 wt% of a platinum 
catalyst thereon was mixed with N-butyi acetate such 
that the weight ratio of above platinum and N-butyl ac- 

20 etate was 1 :120, to obtain a dispersion of the platinum 
catalyst. While the dispersion was stirred with a mag- 
netic stirrer, an ethyl alcohol solution of the polymer 
electrolyte was added dropwlse until the amount ratio of 
the platinum and the polymer electrolyte became 1:2, 

25 which was then made to give a paste with the use of an 
ultrasonic dispersion machine. As for the ethyl alcohol 
solution of the polymer electrolyte, the Flemlon FSS-1 
solution produced by Asahl Glass Co.,Ltd. was used. 
[0156] This catalyst paste was applied onto one face 

30 of carbon paper as a base material 104 produced by 
Toray Industries, Inc. with a size of 100 mm x 200 mm, 
on which from 20 to 60 wt% of a tetrafluoroethylene-hex- 
afluoropropylene copolymer was welded In advance, 
and then dried at 50 to 60 °C to obtain a gas diffusion 

3s electrode. A catalyst layer 103 as thus formed had a 
thickness of 30 to 40 urn. 

[0157] Next, an aqueous solution of hydroxypropyl 
methylcellulose (60SH4000 produced by Shln-Etsu 
Chemical Co.,Ltd.) with a concentration of 3% of and 

40 viscosity of 4000 CPS was applied by the roll coater 
method, followed by drying, to form a coating layer 102. 
[0158] Subsequently, the Flemlon FSS-1 solution with 
the viscosity thereof adjusted, as the polymer electrolyte 
solution, was applied to the catalyst layer side of the gas 

43 diffusion layer with the coating layer formed, and then 
ethyl alcohol as the solvent was removed with a dryer, 
to obtain a gas diffusion electrode as in FIG. 7 (c). 
[0159] It was then baked with the dryer In thecondltlon 
of 200°C for 30 minutes. This baking step allowed elim- 

50 ination of the coating layer 1 02 having been formed on 
the catalyst layer 103, resulting In obtainment of a gas 
diffusion electrode where the polymer electrolyte mem- 
brane 1 01 was In contact with the surface of the catalyst 
layer 1 03, as shown In FIG 7 (d). The polymer electrolyte 

55 membrane 101 at this time had a thickness of 5 to 20 
urn, and hence a polymer electrolyte membrane layer 
with a uniform film thickness which was not Immersed 
Into the catalyst layer was obtained. 
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[0160] The gas diffusion electrode with the polymer 
electrolyte layer having a thickness of 12 jun as thus 
produced and the gas diffusion electrode with only the 
catalyst layer formed were laminated such that the re- 
specttve catalyst layers thereof were Inwardly opposed 
to each other, the temperature was raised to 150°C si- 
multaneously with pressurization at 5 kgt/cm 2 with the 
use of a hot pressing machine and, after the tempera- 
ture was raised to 150°C, hot pressing was conducted 
at 50 kgf/cm 2 for 1 0 minutes. 

[0161] Using this assembly, a voltage was measured 
at 0.7 A/cm 2 when a cell temperature was 75°C, a neg- 
ative electrode bubbler temperature was 70°C, a posi- 
tive electrode bubbler temperature was 65°C I a hydro- 
gen utilization ratio was 70% and an air utilization ratio 
was 40%, to be 0.70 V. Namely, the output power was 
0.49 W/cm 2 , and such high output power could be ob- 
tained. 

[0162] It should be noted that, although the example 
of using carbon paper as the base material 1 04 was de- 
scribed in the present example, the base material 104 
is not necessarily required to be carbon paper, but It may 
be a sheet of a polymer such as polypropylene (PP) or 
polyethylene terephthalate (PET). When the base ma- 
terial 104 is such a sheet, carbon paper may be bonded 
after separation. 

Comparative Example 2 

[0163] FIG. 10 schematically shows a production 
process of an electrolyte membrane-electrode assem- 
bly in accordance with the present comparative exam- 
pie. 

[0164] The same method as that In Example 3 was 
conducted until formation of catalyst layers 1 43 and 1 45, 
to obtain gas diffusion electrodes 146 and 147. 
[0165] Subsequently, Flemion SH50 (thickness: 50 
ujti) 141 , produced by Asahl Glass Co.,Ltd. as the pol- 
ymer electrolyte membrane was interposed between 
the gas diffusion electrodes 146 and 147 with the cata- 
lyst layers 143 and 1 45 inwardly opposed to each other, 
the temperature was raised to 150°C simultaneously 
with pressurization at 5 kgf/cm 2 with the use of a hot 
pressing machine and, after the temperature was raised 
to 150°C, hot pressing was conducted at 50 kgf/cm 2 . 
[0166] Using this assembly, a voltage was measured 
at 75°C and at 0.7 A/cm 2 In the same manner as Exam- 
ple 3, to be 0.55 V. Namely, the obtained output power 
was 0.385 W/cm 2 , which was lower compared to Exam- 
pie 3. This is due to the internal resistance of the polymer 
electrolyte membrane; In a membrane with a large film 
thickness, a large decrease In voltage occurs. 

Comparative Example 3 

[0167] In the present comparative example, the poly- 
mer electrolyte solution was applied directly onto the 
catalyst layer 1 03 by the roll coater method. Other con- 



ditions were made the same as Example 3 and a gas 
diffusion electrode was produced. 
[0168] In the gas diffusion electrode as thus pro- 
duced, the polymer electrolyte solution was infiltrated In- 

s to the porous parts of the catalyst layer 1 03 at the time 
of the application, as shown in FIG. 11 . This led to gen- 
eration of numeous small concavity and convexity on 
the surface of the polymer electrolyte membrane, and 
thus the thickness of the membrane was not uniform, 

to with which the gas diffusiveness of the catalyst layer 1 03 
did not function, and hence It could not be used as the 
electrode. 

Example 4 

15 

[0169] FIG. 8 schematically shows a production proc- 
ess of an electrolyte membrane-electrode assembly for 
a fuel ceil in accordance with the present invention. 
[01 70] First, a gas diffusion electrode with the catalyst 
20 layer 103 was obtained In the same manner as in Ex- 
ample 3. Next, an aqueous solution with a concentration 
of 1% of hydroxypropyi methylcelluiose (60SH4000 pro- 
duced by Shln-Etsu Chemical Co.,Ltd.) was dropped 
onto a glass plate to be developed by the casting metri- 
cs od, followed by drying, to obtain a film 122. 

[0171] After the Flemion FSS-1 solution as the poly- 
mer electrolyte was applied onto the film 122 by the roll 
coater method, an ethyl aicohol component was re- 
moved to obtain a film with the polymer electrolyte layer 
30 as in FIG. 8 (a). At this time, the polymer electrolyte layer 
had a thickness of 1 2 |im. 

[0172] Next, as shown In FIG. 8 (b), this film with the 
polymer electrolyte layer was laminated with the above- 
produced gas diffusion electrode with the catalyst layer 

35 103 and baked with the dryer In the condition of 200°C 
for 30 minutes. This baking step allowed elimination of 
the film 122, resulting in obtainment of a gas diffusion 
electrode where the polymer electrolyte membrane 1 01 
was in contact with the catalyst layer 1 03, as shown In 

40 FIG. 8 (c). 

[0173] The gas diffusion electrode with the polymer 
electrolyte layer as thus produced and the gas diffusion 
electrode with only the catalyst layer 1 03 were laminat- 
ed such that the respective catalyst layer thereof such 

45 that the layers were inwardly opposed to each other as 
In Example 3, the temperature was raised to 150°C si- 
multaneously with the pressurization at 5 kgf/cm 2 with 
the use of a hot pressing machine and, after the tem- 
perature was raised to 1 50°C, hot pressing was con- 

50 ducted at 50 kgf/cm 2 

[0174] Using this assembly, a voltage was measured 
at 75°C and at 0.7 A/cm 2 , to be 0.69 V. Namely, the ob- 
tained output power was 0.48 W/cm 2 , which was as high 
out put as that In Example 3. 

55 

Example 5 

[0175] FIG. 9 schematically shows a production proc- 
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ess of an electrolyte membrane-electrode assembly for 
a fuel cell In accordance with the present example. 
[01 76] First, a gas diffusion electrode with the catalyst 
layer 103 was produced In the same manner as In Ex- 
ample 3. Then, this gas diffusion electrode with the cat- 
alyst layer was arranged onto a hot plate at 50° C and 
an ethyl alcohol solution with 8 wt% of Flemion FSS-1 
(a polymer electrolyte) was spray-applied with a spray 
nozzle 105 onto the catalyst layer of the gas diffusion 
electrode, First, 5 cc of Flemion FSS-1 solution was 
sprayed to the catalyst layer of the gas diffusion elec- 
trode at a distance of 80 cm or longer, ethyl alcohol as 
the solvent was evaporated with the solution on just the 
fall, resulting in formation by precipitation of a gelated 
layer on the surface of the catalyst layer. Next, 5 cc of 
Flemion FSS-1 solution was further sprayed uniformly 
to the gelated layer. After repetition of this operation 
three times, the gas diffusion electrode was stood stli! 
on the hot plate at 100°C for 10 minutes to harden the 
gel as the polymer electrolyte, thereby forming a thin lay- 
er 131 of the polymer electrolyte. Thereafter, the Flem- 
ion FSS-1 solution was applied onto the thin layer 131 
with the roll coater. Subsequently, the gas diffusion elec- 
trode with the polymer electrolyte membrane formed 
was dried at 150°C for 60 minutes to obtain the gas dif- 
fusion electrode with the polymer electrolyte membrane, 
as In FIG. 9 (c). The polymer electrolyte layer at this time 
had a thickness of 12 u.m. 

[0177] The gas diffusion electrode with the polymer 
electrolyte layer as thus produced and the gas diffusion 
electrode with only the catalyst layer 1 03 were laminat- 
ed such that the respective catalyst layers were Inwardly 
opposed to each other and, while pressurtzatlon at 5 kgf/ 
cm 2 was conducted with the use of the hot pressing ma- 
chine, the temperature was raised to 150°C, followed 
by hot pressing at 50 kgf/cm 2 after the temperature raise 
to 150°C. 

[0178] Using this assembly, a voltage was measured 
at 0.7 A/cm 2 and at 75 °C, to be 0.71 V. Namely, the 
obtained output power was 0.50 W/cm 2 , which was as 
high out put as that In Example 3. 
[01 79] Although the roll coater method was employed 
in the present example, the similarly uniform coating lay- 
er and polymer electrolyte layer can be produced by the 
screen printing method. 

Reference Example 1 

[0180] First, 6.0 g of carbon fine powder carrying 25 
wt% of platinum catalyst thereon was added to 50.0 g 
of n-butyl acetate (CH 3 COOCH 2 {CH 2 )2 CH 3)t which was 
stirred for 1 0 minutes with the use of a stirrer while being 
subjectedto ultrasonic sound, to be dispersed. Next, the 
dispersion was added step by step with 40.0 g of ethanol 
solution with 9 wt% of a polymer electrolyte (Flemion 
produced by Asahi Glass Co.,Ltd.), while being stirred, 
so that colloid of the polymer electrolyte was attached 
onto the surface of the carbon fine powder carrying the 



catalyst thereon. When the stirring was stopped one 
hour after addition of the entire polymer electrolyte so- 
lution, a clear supernatant liquid changed to be trans- 
parent. Subsequently, this mixed solution with the cata- 
5 lyst was mixed with 0.1 0 g of hexamethylene diamine, 
and ultrasonic soundly dispersed for one hour, to obtain 
a catalyst paste. 

[0181] Next, It was soaked In a fluorocarbon resin dis- 
persion (ND-1 produced by DAIK1N INDUSTRIES, 

10 LTD.), and then about 30 um of the catalyst paste was 
applied onto a carbon paper substrate produced by 
Toray Industries, Inc. having been baked at 300*C. 
[0182] Further, on both faces of a polymer electrolyte 
membrane having a film thickness of 50 um (Flemion 

t5 SH50 produced by Asahl Glass Co.,Ltd.), the electrodes 
were hot pressed for 1 0 minutes at a temperature of 1 20 
to 140 °C by applying pressure of 50 to 70 kg/cm 2 to 
produce an electrolyte membrane-electrode assembly. 
[0183] This electrolyte membrane-electrode assem- 

20 bly was Interposed between separators to assemble a 
unit cell, which was operated for 250 hours In such a 
condition as a cell temperature of 75°C, a hydrogen dew 
point of 70°C, an air dew point of 65°C, a hydrogen uti- 
lization ratio of 70%, an oxygen utilization ratio of 40% 

25 and a current density of OTA/cm 2 ; the voltage de- 
creased by 0.03 V from the Initial voltage of 0.65 V. 

Reference Example 2 

30 [01 84] 6.0 Gram of a carbon fine powder carrying 25 
wt% of platinum catalyst thereon was added to 50.0 g 
of n-butyl acetate (CH 3 COOCH2(CH 2 )2CH 3 ) 1 which was 
stirred for 1 0 minutes with the use of a stirrer while being 
subjected to ultrasonic sound, to be dispersed. Next, the 

35 dispersion was added step by step with 40.0 g of ethanol 
solution with 9 wt% of a polymer electrolyte (Flemion 
produced by Asahi Glass Co.,Ltd.) t while being stirred, 
so that colloid as the polymer electrolyte was attached 
onto the surface of the carbon fine powder carrying the 

40 catalyst thereon. After adding the entire polymer elec- 
trolyte solution, the stirring was further continued for one 
hour, to obtain a catalyst paste. 
[0185] It was soaked into a fluorocarbon resin disper- 
sion (ND-1 produced by DAIKIN INDUSTRIES, LTD.). 

45 and then about 30 um of the catalyst paste was applied 
onto a carbon paper substrate produced by Toray Indus- 
tries, Inc. having been baked at 300°C. 
[01 86] Further, on both faces of a polymer electrolyte 
membrane having a film thickness of 50 um (Flemion 

50 SH50 produced by Asahi Glass Co..Ltd.), the electrodes 
were hot pressed for 1 0 minutes at a temperature of 1 20 
to 1 40°C by applying pressure of 50 to 70 kg/cm 2 to pro- 
duce an electrolyte membrane-electrode assembly. 
[0187] This cell was operated for 250 hours In the 

55 same condition as in Reference Example 1 , to observe 
a voltage decrease by 0.12 V from the initial voltage of 
0.67 V. 
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Reference Example 3 

[01881 First, 7.0 g of carbon fine powder carrying 25 
wt% of platinum catalyst thereon, 20 ml of ethanol, 1 .0 
g of hyxamethylene diamine were put Into a three- £ 
necked flask and reflex for 1 0 minutes. This dispersion 
was filtrated, which was then sufficiently washed with 
ethanol and water through filter paper, followed by dry- 
ing, to obtain a carbon fine powder carrying the platinum 
catalyst thereon with a part of the carboxyl groups on 
the surface amlno-bonded to hyxamethylene diamine. 
[0189] 6.0 Gram of this carbon fine powder carrying 
the platinum catalyst thereon was added to 50.0 g of n- 
butyl acetate (CH 3 COOCH2(CH 2 )2CHa), which was 
stirred for 1 0 minutes with the use of a stirrer while being 
subjected to ultrasonic sound, to be dispersed. Next, the 
dispersion was added step by step with 40.0 g of ethanol 
solution with 9 wt% of a polymer electrolyte (Flemion 
produced by Asahi Glass Co.,Ltd,), while being stirred, 
so that colloid of the polymer electrolyte was attached 
onto the surface of the carbon fine powder carrying the 
catalyst thereon. After adding the entire polymer elec- 
trolyte solution, the stirring was further continued for one 
hour to obtain a catalyst paste. 
[0190] Subsequently, in the same manner as in Ref- 
erence Example 1 . after It was soaked in afiuorocarbon 
resin dispersion (ND-1 produced by DAI KIN INDUS- 
TRIES, LTD.), about 30 um of the catalyst paste was 
applied onto a carbon paper substrate produced by 
Toray Industries, Inc. having been baked at 300°C 
[01 91 ] Further, on both faces of a polymer electrolyte 
membrane having a film thickness of 50 uxn (Flemion 
SH50 produced by Asahi Glass Co., Ltd.), the electrodes 
were hot pressedfor 1 0 minutes at a temperature of 120 
to 1 40°C by applying pressure of 50 to 70 kg/cm 2 to pro- 
duce an electrolyte membrane-electrode assembly. 
[0192] This electrolyte membrane-electrode assem- 
bly was Interposed between separators to obtain a unit 
cell, which was operated for 250 hours in the same con- 
dition as In Reference Example 1 , to observe a voltage 
decrease by 0.04 from the initial voltage of 0.66 V. 

Reference Example 4 

[0193] 0.05 Gram of hyxamethylene diamine was 
mixed Into 40 ml of ethanol solution with 7 wt% of a pol- 
ymer electrolyte (Flemion produced by Asahi Glass Co., 
Ltd.) and stirred with ultrasonic sound, which were put 
into a petri dish with a diameter of 12 cm and dried at 
room temperature all the day, followed by drying at 
1 30° C for two hours, to obtain a polymer electrolyte cast 
membrane with a thickness of 50 um. This was Inter- 
posed by carbon paper with a catalyst layer produced 
In exactly the same manner as In Comparative Example 
1 to produce an electrolyte membrane-electrolyte as- 
sembly, thereby obtaining a unit cell. 
[0194] This electrolyte membrane-electrode assem- 
bly was interposed between separators to assemble a 



unit cell, which was operated for 250 hours In the same 
condition as In Reference Example 1 , to observe a volt- 
age decrease by 0.05 from the initial voltage of 0.63 V. 
[0195] It Is to be noted that, although the catalyst 
paste was applied onto the carbon paper substrate to 
produce the gas diffusion electrode in Reference Exam- 
ples 1 to 4 above, because the present invention is char- 
acterized In the compositions of the catalyst layer and/ 
or the polymer electrolyte membrane, it goes without 
saying that the similar effect can exert In other produc- 
tion methods such as a method In which a catalyst paste 
obtained by dispersing a carbon fine powder carrying 
platinum thereon and a polymer electrolyte in ethanol is 
applied to a film made of polypropylene, Teflon or the 
like one time, which is then thermally transfer-printed 
onto a polymer electrolyte membrane to produce an 
electrolyte membrane-electrode assembly, and a meth- 
od In which the catalyst paste Is applied directly onto the 
polymer electrolyte membrane. 
[0196] According to the present Invention, a highly ef- 
fective and reliable polymer electrolyte fuel cell of great 
power with low Internal resistance can be obtained. 
Moreover, according to the present invention, an elec- 
trolyte membrane-electrode assembly, which is capable 
of using pert luorocarbon sulfonic acid ionomer with high 
proton conductivity and of excellent performance, has 
low internal resistance and Is suitable for a low humidi- 
fying or no humidifying activation because an electrolyte 
membrane with a thin film thickness can be formed on 
a catalyst layer, and a PEFC can be obtained. Further, 
according to the present invention, an electrolyte mem- 
brane-electrode assembly using a polymer electrolyte 
which has high proton conductivity and excellent dura- 
bility and exerts high performance, and a polymer elec- 
trolyte fuel cell constituted using the same can be ob- 
tained. 

Industrial Applicability 

[0197] By combining the electrolyte membrane-elec- 
trode assembly obtained by the production method of 
the electrolyte membrane-electrode assembly for the 
polymer electrolyte fuel cell of the present invention with 
a separator, a current corrector, an end plate, a fasten- 
ing rod, a manifold and the like, following the conven- 
tional method, a polymer electrolyte fuel cell excellent 
In cell characteristics can be obtained. 



Claims 

1 . A production method of an electrolyte membrane- 
electrode assembly for a polymer electrolyte fuel 
cell, comprising: a gas diffusion electrode having a 
gas diffusion layer and a catalyst layer; and a hy- 
drogen ion-conductive polymer electrolyte mem- 
brane bonded to said gas diffusion electrode, said 
method being characterized by comprising: 



15 



20 



25 



30 



35 



40 



45 



50 



19 



37 



EP 1 278 260 A1 



38 



a step of forming a hydrogen Ion-conductive 
polymer electrolyte membrane on a base ma- 
terial; 

a treatment step of reducing adhesion force be- 
tween said base material and said hydrogen $ 
Ion-polymer electrolyte membrane; 
a step of separating and removing said base 
material; and 

a step of bonding a catalyst layer and a gas dif- 
fusion layer onto said hydrogen ion-conductive io 
polymer electrolyte membrane. 

2. The production method of an electrolyte mem- 
brane-electrode assembly for a polymer electrolyte 
fuel cell in accordance with Claim 1 , wherein said 
method comprises a step of transfer-printing a 
membrane at least onetime and said hydrogen Ion- 
conductive polymer electrolyte membrane Is sup- 
ported by said base material until an electrolyte 
membrane-electrode assembly Is obtained. 20 

3. The production method of an electrolyte mem- 
brane-electrode assembly for a polymer electrolyte 
fuel ceil In accordance with Claim 1 , comprising: 

25 

a step (1 ) of forming a hydrogen Ion-conductive 
polymer electrolyte membrane on a first base 
material and a second base material; 
a step (2) of forming a catalyst layer on said 
hydrogen ion-conductive polymer electrolyte so 
membrane formed on said base material; 
a step (3) of attaching by pressure and bonding 
a gasket and a gas diffusion layer onto said hy- 
drogen Ion-conductive polymer electrolyte 
membrane and said catalyst layer on said base ss 
material; 

a step (4) of separating and removing said base 
material to obtain a first semi-assembly and a 
second-semi assembly; and 
a step (5) of attaching by pressure said first *o 
semi-assembly to said second semi-assembly 
while said hydrogen Ion-conductive polymer 
electrolyte membranes thereof are mutually op- 
posed to obtain an electrolyte membrane-elec- 
trode assembly. 45 

wherein said method further comprises, be- 
tween said steps (1) and (4), a treatment step of 
reducing adhesion force between said base mate- 
rial and said hydrogen ion-conductive polymer elec- 
trolyte membrane. 

4. The production method of an electrolyte mem- 
brane-electrode assembly for a polymer electrolyte 
fuel cell In accordance with Claim 1 , comprising: 55 

a step (I) of forming a catalyst layer on a first 
base material and a second base material; 



a step (II) of forming a hydrogen lon-conductlve 
polymer electrolyte membrane on said catalyst 
layer such that said membrane covers said cat- 
alyst layer formed on said base materia) and on 
the periphery of said catalyst layer; 
a step (111) of attaching by pressure said first 
base material to said second base material 
while said hydrogen ton-conductive polymer 
electrolyte membranes thereof are mutually op- 
posed to obtain a pre-assembly; 
a step (IV) of separating and removing said first 
base material from said pre-assembly; 
a step (V) of attaching by pressure a gas diffu- 
sion layer and a gasket onto said catalyst layer 
and said hydrogen ion-conductive polymer 
electrolyte membrane which are exposed by 
said step (IV); 

a step (VI) of separating and removing said sec- 
ond base material from said pre-assembly; and 
a step (VII) of attaching by pressure a gas dif- 
fusion layer and a gasket onto said catalyst lay- 
er and said hydrogen Ion-conductive polymer 
electrolyte membrane which are exposed by 
said step (VI) to obtain an electrolyte mem- 
brane-electrode assembly, 

wherein said method comprises, between 
said steps (II) and (iV) and/or said steps (iV) and 
(VII), a treatment step of reducing adhesion force 
between said base material and said hydrogen ion- 
conductive polymer electrolyte membrane. 

5. The production method of an electrolyte mem- 
brane-electrode assembly for a polymer electrolyte 
fuel cell in accordance with Claim 1 , wherein said 
step of forming a hydrogen lon-conductrve polymer 
electrolyte membrane on a base material is a step 
of transfer-printing a hydrogen lon-conductlve pol- 
ymer electrolyte membrane formed on a base ma- 
terial for transfer-printing, to said base material. 

8. The production method of an electrolyte mem- 
brane-electrode assembly for a polymer electrolyte 
fuel cell in accordance with Claim 1 , wherein at least 
the surface of said base material Is constituted of a 
material which reduces the adhesion property to 
said hydrogen lon-conductrve polymer electrolyte 
membrane by heating, or a material which evapo- 
rates or sublimates by heating, and said treatment 
step is a step of heating said base material. 

7. The production method of an electrolyte mem- 
brane-electrode assembly for a polymer electrolyte 
fuel cell In accordance with Claim 1 , wherein at least 
the surface of said base material is constituted of a 
material which reduces the adhesion property to 
said hydrogen lon-conductlve polymer electrolyte 
membrane by cooling, and said treatment step Is a 
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step of cooling said base material. 

8. The production method of an electrolyte mem- 
brane-electrode assembly for a polymer electrolyte 
fuel cell In accordance with Claim 1 , wherein at least 
the surface of said base material is constituted of a 
material which reduces the adhesion property to 
said hydrogen lon-conductlve polymer electrolyte 
membrane by irradiating active light rays, or a ma- 
terial which evaporates or sublimates by irradiating 
active light rays, and said treatment step Is a step 
of Irradiating said base material with active light 
rays. 

9. The production method of an electrolyte mem- 
brane-electrode assembly for a polymer electrolyte 
fuel cell in accordance with Claim 1, wherein said 
base material comprises on the surface thereof an 
adhesion layer capable of dissolving in a solvent 
and said treatment step is a step of bringing said 
base materia] in contact with a solvent. 

10. The production method of an electrolyte mem- 
brane-electrode assembly for a polymer electrolyte 
fuel cell in accordance with Claim 1 , wherein said 
treatment step is a step of depress urizlng or pres- 
surizing the face opposite to the face of said base 
material with said hydrogen ion-conductive polymer 
electrolyte membrane formed. 

11. The production method of an electrolyte mem- 
brane-electrode assembly for a polymer electrolyte 
fuel cell In accordance with Claim 1 , wherein said 
method comprises a step of arranging a reinforcing 
film made of a frame-shaped hydrogen lon-conduc- 
tlve film or gas diffusive film between said hydrogen 
ion -conductive polymer electrolyte membrane and 
said catalyst layer, between said catalyst layer and 
said gas diffusion layer or between said hydrogen 
Ion-conductive polymer electrolyte membranes, in 
a clearance between said gasket and said gas dif- 
fusion electrode. 

12. A production method of an electrolyte membrane- 
electrode assembly for a polymer electrolyte fuel 
cell, said electrolyte membrane-electrode assem- 
bly having: a hydrogen lon-conductlve polymer 
electrolyte membrane; and a gas diffusion electrode 
which contains a catalyst layer and a gas diffusion 
layer and is bonded to both faces of said hydrogen 
lon-conductlve polymer electrolyte membrane, said 
method being characterized by comprising: 



electrode assembly by forming a gas diffusion 
layer on said catalyst layer. 

13. The production method of an electrolyte mem- 
5 brane-electrode assembly for a polymer electrolyte 
fuel cell In accordance with Claim 12, wherein said 
method comprises: 

a step (a1) of forming a coating layer on a cat- 
to alyst layer; 

a step (b1) of applying a hydrogen lon-conduc- 
tlve polymer electrolyte solution onto said coat- 
ing layer, 

a step (c1 ) of removing said coating layer to ob- 
13 tain an electrolyte membrane-catalyst layer as- 

sembly; and 

a step (d1) of forming a gas diffusion layer on 
said catalyst layer. 

20. 14. The production method of an electrolyte mem- 
brane-electrode assembly for a polymer electrolyte 
fuel ceil in accordance with Claim 12, wherein said 
method comprises: 

25 a step (a2) of forming a hydrogen ion-conduc- 

tive polymer electrolyte membrane on a poly- 
mer film; 

a step (b2) of arranging a catalyst layer on said 
polymer film; 

30 a step (c2) of removing said polymerfllm to ob- 

tain an electrolyte membrane-catalyst layer as- 
sembly; and 

a step (d2) of forming a gas diffusion layer on 
said catalyst layer. 

35 

15. The production method of an electrolyte mem- 
brane-electrode assembly for a polymer electrolyte 
fuel cell In accordance with Claim 12, wherein said 
method comprises: 

40 

a step (a3) of forming a coating layer containing 
a hydrogen lon-conductlve polymer electrolyte 
on a catalyst layer; 

a step (b3) of applying a hydrogen ion-con duc- 
A5 tlve polymer electrolyte solution onto the face 

opposite to the face of said coating layer In con- 
tact with said catalyst layer; 
a step (c3) of removing said coating layerto ob- 
tain an electrolyte membrane-catalyst layer as- 
50 sembly; and 

a step (d3) of forming a gas diffusion layer on 
said catalyst layer. 



a step of bonding a hydrogen lon-conductlve 

polymer electrolyte membrane and a catalyst 55 

layer via a coating layer; 

a step of removing said coating layer, and 

a step of obtaining an electrolyte membrane- 
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